Pf-2083/iiec/us/xnh 



IMPROVED SILICA INSULAnON FILM WITH A REDUCED 
DIELECTRIC CONSTANT AND METHOD OF FORMING THE SAME 

BACKGROUND OF THE INVENTION 

The present invention relates to a silica ijisulation film with a 
reduced dielectric constant and a method of formirvg the same, as well as 
relates to a silica inter-layer insulator with a reduced dielectric constant 
between multi-level interconnections in a semiconductor device and a 
method of forming the same, in addition relates to a semiconductor device 
with a multi-level interconnection structure having a silica inter-layer 
insulator with a reduced dielectric constant and a method of fabricating the 
same. 

With an increase in density of integraticm of ultra large scale 
integrated circuit, the feature size of integrated semiconductor devices has 
been reduced to submicron order and also multi-level interconnection 
techniques become more important. In order to electrically isolate the 
different level interconnections, an inter-layer insulator is provided 
between the different level interconnections. The inter-layer insulator is 
required to possess a high stability at high temperature and a high electrical 
insulation property, in addition a good gap filling property. In prior art, a 
silica film or a silicon dioxide film, a silicon nitride film_and a phospho- 
silicate glass film were, for example, used as inter-layer insulators between 
different level interconnections. Those inter-layer msulators were usually 
formed by various chemical vapor deposition methods. 

In recent years, requirement for a further shrinkage of the feature 
size of integrated semiconductor devices has been on the increase in 
accordance with design rules of advanced large scale integrated circuits. 
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The further shrinkage of the feature size of integrated semiconductOT 
devices has raised a serious problem with delay in signal transmission on 
intercoimections due to a parasitic capacitance between the 
interconnections rather than signal delay of individual devices integrated. 
The improvement in high speed performance of the large scale integrated 
circuit would be limited by the problem with delay in signal transmission 
on interconnections due to a parasitic capacitance between the 
interconnections even if a considerable shrinkage of the feature size of 
integrated semiconductor devices could be realized. 

In order to realize a further improvement in high speed 
performance of the large scale integrated circuit, it is important to reduce 
the parasitic capacitance between the interconnections as many as possible. 
Since the parasitic capacitance between the interconnections depends upon 
a dielectric constant of the inter-layer insulator. Namely, in order to reduce 
the parasitic capacitance between the interconnections,, it is required to 
reduce the dielectric constant of the inter-layer insulator. The silica film is 
advantageous in matching with LSI processes but is was difficult to largely 
reduce the dielectric constant from a r=3.9. 

In 1994 Dry Process Symposium pp. 133, it is disclosed to have 
proposed introduction of fluorine into a silica film to attempt to reduce the 
dielectric constant. In order to reduce the dielectric constant to about 3.5, it 
is required to add fluorine into the silica film at several tends percents, 
whereby the silica film exhibits a hygroscopic property and also a 
hydrolysis of fluorine is caused. As a result, fluorine is unstable in the silica 
film. For this reason, it was difficult to reduce the. dielectric constant of the 
fluoro-containing silica film to less than about 3.5. 

It is disclosed to have proposed the use of spin coating method to 
deposit a spin-on-glass film. This spin-on-glass film has a problem with 
residual solvent or a residual moisture. 

In Japanese laid-jDjpen patent publication No. 8--227888, it is 
disclosed to have proposed to add an alkyl group into the silica film by a 
chemical vapor deposition method. The alkyl group is, however, unstable at 
high temperature. 

In the above circumstances, it had been required to develop a 
novel silica film free firom the above problems and a method of forming the 
same. 
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SUMMARY OF THE INVENTION 

Accordingly, it is an object of the present invention to provide a 

novel silica insulation film free from the above problems- 
It is a further object of the present invention to provide a novel 

silica insulation film having a reduced dielectric constant- 
It is a still further object of the present invention to provide a 

novel silica insulation film vnth a sufficient stability at high temperature. 

It is yet a further object of the present invention to provide a 

novel silica insulation film free of any residual impurity such as moisture* 
It is a further more object of the present invention to provide a 

novel method of forming a silica insulation film free from the above 

problems. 

It is still more object of the present invention to provide a novel 

method of forming a silica insulation film having a reduced dielectric 

constant- 
It is moreover object of the present invention to provide a novel 

method of forming a silica insulation film with a sufficient stability at high 

temperature. 

It is another object of the present invention to provide a novel 
method of forming a silica insulation film free of any residual impurity 
such as moisture. 

It is still another object of the present invention to provide a 
semiconductor device having a multi-level interconnection structure with 
an improved silica inter-layer insulator free from the above problems. 

It is yet another object of the present invention to provide a 
semiconductor device having a multi-level interconnection stmcture with 
an improved silica iuter-layer insulator having a reduced dielectric 
constant. 

It is further another object of the present invention to provide a 
semiconductor device having a multi-level interconnection structure with 
an improved silica inter-layer insulator vsdth a sufficient stability at high 
temperature. 

It is an additional object of the present invention to provide a 
semiconductor device having a multi-level intercormection structure with 
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an improved silica inter-layer insulator free of any residual impurity such 
as moisture. 

It is a still additional object of the present invention to provide a 
semiconductor device having a multi-level interconnection stmcture with 
an improved silica inter-layer insulator which is capable of reducing a 
parasitic capacitance between interconnections. 

It is yet an additional object of the present invention to provide a 
seirdcpnductor device having a multi-level interconnection structure with 
an unproved silica inter-layer insulator which is capable of having the 
semiconductor device free from a problem with a substantive delay of 
signal transmissions on interconnections due to a parasitic capacitance 
between the interconnections. 

It is a further additional object of the present invention to provide 
a semiconductor device having a multi-level interconnection structure with 
an improved silica inter-layer insulator which is capable of having the 
semiconductor device free from another problem with a crosstalk between 
the interconnections. 

It is also additional object of the present invention to provide a 
semiconductor device having a multi-level interconnection stmcture with 
an improved silica inter-layer insulator which allows the semiconductor 
device to exhibit high speed performances. 

It is also additional object of the present invention to provide a 
semiconductor device having a multi-level intercoimection stmctiue with 
an improved silica inter-layer insulator which allows a scaling dovyn of the 
semiconductor device. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection stmcture with an improved silica inter-layer insulator free 
from the above problems. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection structure with an improved silica inter-layer insulator 
having a reduced dielectric constant. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
intercormection stmcture with an improved silica intor-layer insulator with 
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a sufficient stability at high temperature. 

It is also additional object of the present invention to provide a 
method of foxming a semiconductor device having a multi-level 
interconnection structure with an improved silica inter-layer insulator free 
of any residual impurity such as moisture. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection stmcture with an improved silica inter-layer insulator 
which is capable of reducing a parasitic capacitance between 
interconnections , 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection stmcture with an improved silic:a inter-layer insulator 
which is capable of having the semiconductor device free from a problem 
with a substantive delay of signal transmissions on interconnections due to 
a parasitic capacitance between the interconnections. 

It is also additional object of the present iavention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection stmcture with an improved silic:a inter-layer insulator 
which is capable of having the semiconductor device free from another 
problem with a crosstalk between the interconnections. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection structure with an improved silica inter-layer insulator 
which allows the semiconductor device to exhibit high speed performances. 

It is also additional object of the present invention to provide a 
method of forming a semiconductor device having a multi-level 
interconnection stmcture with an improved silica inter-layer insulator 
which allows a scaling down of the semiconductor device. 

The present invention provides an insulator having a main 
component of sOicon dioxide, wherein the insulator includes at least one 
kind of organic polymer distributed therein. The distribution of at least one 
kind of organic polymer in the insulator having a main component of 
silicon dioxide or silica would result in drop of a dielectric constant of the 
insulator. Namely, the insulator having a main component of silicon 
dioxide including organic polymer distributed therein has a lower dielectric 
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constant than a dielectric constant of insnlator having a main component of 
silicon dioxide free of any organic polymer. The presence of the distributed 
organic polymer contributes to prevent formation of Si-O bonding at a high 
density. This results in a certain drop of a density of the insulator having 
the main component of silicon dioxide or the silicon dioxide insulator. The 
drop of the density of the insulator results in a reduction in dielectric 
constant thereof. Further, the introduction of the organic polymer into 
silicon dioxide changes the Si-O bonding in silicon dioxide to other 
bonding stmctures between silicon and organic polymer. Such change of 
the bonding structure causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased, then the 
dielectric constant is also decreased* For this reason, the introduction of the 
organic polymer into silicon dioxide causes the decrease in dielectric 
constant of the insulator having the main component of silicon dioxide. 

The above and other objects, features and advantages of the 
present invention will be apparent from the following descriptions- 

BRIEF DESCRIPTION OF THE DRAWINGS 

Preferred embodiments according to the present invention will be 
described in detail with reference to the accompanying drawings. 

FIG- 1 is a schematic view illustrative of a parallel-plate plasma 
chemical vapor deposition system used for forming a silica insulation film 
including benzene nucleuses distributed herein in accordance with the 
present invention. 

FIG. 2 is a diagram illustrative of measured infrared absorption 
spectrum of the silica film over wave number when the silica film is 
deposited under conditions of a silane flow rate of zero and a 
phenyltrimethylsilane flow rate of 50 seem in accordance with the present 
invention. 

FIG. 3 is a schematic view illustrative of a low pressure chemical 
vapor deposition system used in accordance with the present invention* 

FIG. 4 is a fragmentary cross sectional elevation view illustrative 
of a semiconductor device with a multi-level interconnection structure 
which has a silica film including benzene nucleuses with a reduced 
dielectric constant in a ninth embodiment in accordance with the present 
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invention. 

FIGS. 5 A through 5H are fragmentary cross sectional elevation 
views illustrative of a method of forming a semiconductor device with a 
multi-level interconnection structure which has a silica inter-layer insulator 
including benzene nucleuses with a reduced dielectric constant in a ninth 
embodiment in accordance with the present invention. 

FIG. 6 is a fragmentary cross sectional elevation view illustrative 
of a semiconductor device with a multi4evel interconnection structure 
which has a porous silica film with a reduced dielectric constant in a tenth 
embodiment in accordance with the present invention. 

FIGS. 7A through 7H are fragmentary cross sectional elevation 
views illustrative of a meliiod of forming a semiconductor device with a 
multi-level intercormection structure which has a porous silica film with a 
reduced dielectric constant in a tenth embodiment in accordance with the 
present invention. 

FIG- 8 is a fragmentary cross sectional eiev;jtion view illustrative 
of a semiconductor device with a multi-level interconnection structure 
which has a porous silica film with a reduced di»dcctric constant in an 
eleventh embodiment in accordance with the present invention. 

FIGS. 9A through 9H are fragmentary cross sectional elevation 
views illustrative of another method of forming a semiconductor device 
with a multi-level interconnection structare which has a porous silica film 
with a reduced dielectric constant in an eleventh embodiment in accordance 
with the present invention. 

DISCLOSURE OF THE INVENTION 

The first present invention provides an insulator having a main 
component of silicon dioxide, wherein the insulator includes at least one 
kind of organic polymer distributed therein. The distribution of at least one 
kind of organic^ polymer in the insulator having a main component of 
silicon dioxide or silica would result in drop of a dielectric constant of the 
insulator- Namely, the insulator having a main component of silicon 
dioxide including organic polymer distributed therein has a lower dielectric 
constant than a dielectric constant of insulator having a main component of 
silicon dioxide free of any organic polymer. The presence of the distributed 
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organic polymer contributes to prevent formation of Si-O bonding at a high 
density. This results in a certain drop of a density of the insulator having 
the main component of silicon dioxide or the silicon dioxide insulator- The 
drop of the density of the insulator results in a reduction in dielectric 
constant thereof. Further, the introduction of the organic polymer into 
silicon dioxide changes the Si-O bonding in silicon dioxide to other 
bonding strictures between silicon and organic polymer- Such change of 
the bonding -structure causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased, then the 
dielectric constant is also decreased. For this reason, the introduction of the 
organic polymer into silicon dioxide causes the decrease in dielectric 
constant of the insulator having the main component of silicon dioxide. 

It is preferable that the organic polymer has a bridge structure 
having strong bonding in order to provide a stability at high temperature to 
the insulator. If the insulator having the main component of silicon dioxide 
includes the org^c polymer with the bridge structure having strong 
bonding, then the insulator has a high stability at high temperature and a 
high decomposition resistivity but has a low volatility. This insulator is 
stjable. This properties of the high stability at high temperature and the Mgh 
decomposition resistivity but the low volatility of tlie insulator allows the 
increase in content of the organic component in the insulator- The increase 
in content of the organic component in the insulator results in further 
reduction in dielectric constant of the insulator having the main component 
of silicon dioxide with keeping the advantageous and desirable properties 
of the high stability at high temperature and the high decomposition 
resistivity but the low volatility of the insulator. 

It is further preferable that the organic polymer comprises a 
benzene nucleus. The distribution of at least one kind of benzene nucleuses 
in the iasulator having a main component of silicon dioxide or silica would 
result in drop of a dielectric constant of the insulator. Namely, the insulator 
havmg a main component of silicon dioxide including benzene nucleuses 
distributed therein has a lower dielectric constant than a dielectric constant 
of insulator having a main component of silicon dioxide free of any 
benzene nucleuses. The presence of the distributed benzene nucleuses 
contributes to prevent formation of Si~0 bonding at a high density. This 
results in a certain drop of a density of the insulator having the main 
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component of silicon dioxide or the silicon dioxide insulator. The drop of 
the density of the insulator results in a reduction in dielectric constant 
thereof. Further, the introduction of the benzene nucleuses into silicon 
dioxide changes the Si-O bonding in silicon dioxide to other bonding 
stmctuies between silicon and benzene nucleuses- Such change of the 
bonding structure causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased, then the 
dielectric constant is also decreased- For this reason, the introduction of the 
benzene nucleuses into silicon dioxide causes the decrease in dielectric 
constant of the insulator having the main componeni: of silicon dioxide. The 
benzene nucleuses has a bridge structure having strong bonding in order to 
provide a stability at high temperature to the insulator. If the insulator 
having the main component of silicon dioxide includes the benzene 
nucleuses with the bridge stmctuie having strong bonding, then the 
insulator has a high stability at high temperature and a high decomposition 
resistivity but has a low volatility. This insulator is stable. This properties 
of the high stability at high temperatxu-e and the high decomposition 
resistivity but the low volatility of the insulator allows the increase in 
content of the organic component in the insulator. The increase in content 
of the organic component in the insulator results in further reduction in 
dielectric constant of the insulator having the main component of silicon 
dioxide with keeping the advantageous and desirable properties of the high 
stability at high temperature and the high decomposition resistivity but the 
low volatility of the insulator. 

It is furthermore preferable that the benzene nucleus has a 
bonding structure with silicon atoms. This bonding structure may be 
formed by use of phenyltrimethylsOane or phenyltrimethoxysilane as a 
benzene nucleus source in a chemical vapor deposition for forming the 
insulator. 

It is also preferable that the benzene nucleus is free of a bonding 
stmcture with silicon atoms- This bonding stmcture may be formed by use 
of an organic substance which has a structure of a single benzene nucleus, 
for example, toluene, benzene and xylene. Alternatively, an organic 
substance having a structure of a plmrality of benzene nucleuses, for 
example, naphthalene, biphenyl and anthracene are also available- 
It is also preferable that the insulator has a carbon content of not 
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higher than 30 at%. 

The second present invention provides an insulator haviag a main 
component of silicon dioxide, wherein the insulator includes pores having 
been formed by a removal of at least one kind of organic polymer 
distributed in the insulator. The presence of many pores in the insulator 
having the main component of silicon dioxide results in a further reduction 
of dielectric constant of the insulator. The silicon dioxide insulator many 
pores distributed therein has a lower dielectric constant than the dielectric 
constant of the silicon dioxide insulator including the organic polymer 
distributed therein. 

It is preferable that the insulator includes pores having been 
formed by a removal of the organic polymer which has a bridge structure 
with strong bonding- The presence of many pores in the insulator having 
the main component of silicon dioxide results in a Ihirther reduction of 
dielectric constant of the insulator. The silicon cUc>xide insulator many 
pores distributed therein has a lower dielectric conisttmt than the dielectric 
constant of the silicon dioxide insulator including the organic polymer 
distributed therein. 

It is further preferable that the insulator includes pores having 
been formed by a removal of benzene nucleuses. The presence of many 
pores in the insulator having the main component of silicon dioxide results 
in a further reduction of dielectric constant of the insulator. The silicon 
dioxide insulator many pores distributed therein has a lower dielectric 
constant than the dielectric constant of the silicon dioxide insulator 
including the organic polymer distributed therein. 

It is furthermore preferable that the insulator includes pores 
having been formed by a removal of benzene nucleuses having a bonding 
structure with silicon atoms. 

It is also preferable that the insulator includes pores having been 
formed by a removal of benzene nucleuses free of a bonding structure with 
sUicon atoms. 

It is also preferable that the insulator includes pores having been 
formed by a removal of benzene nucleuses distributed in the insulator at an 
amount corresponding to a carbon content of not higher than 30 at%. 

The third present invention provides an insulation film provided 
in a semiconductor device. The insulation film has a main component of 
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silicon dioxide, v/hcrein the insulation film includes at least one kind of 
organic polymer distributed therein. The distribution of at least one kind of 
organic polymer in the insulation film having a main component of silicon 
dioxide or silica would result in drop of a dielectric constant of the 
insulation film* Namely, the insulation film having a main component of 
silicon dioxide including orgaxiic polymer distributed therein has a lower 
dielectric constant than a dielectric constant of insulation film having a 
main component: of silicon dioxide free of any organic polymer. Thp 
presence of the distributed organic polymer contributes to prevent 
formation of Si-O bonding at a high density. This results in a certain drop 
of a density of the insulation film having the mahi component of sOicon 
dioxide or the silicon dioxide insulation film. The di^^p of the density of the 
insulation film results in a reduction in dielectric constant thereof. Ftirther, 
the introduction of the organic polymer into silicon dioxide changes the Si- 
O bonding in silicon dioxide to other bonding stnictures between silicon 
and organic polymer. Such change of the bonding stoicture causes a change 
in state of electrons so that electronic polarization is reduced. If ele<iiJonic 
polarization is decreased, then the dielectric constant is also decreascid. For 
this reason, the introduction of the organic polymer into silicon dioxide 
causes the decrease in dielectric constant of the insulation film having the 
main component of silicon dioxide. 

It is preferable that the organic polymer has a bridge structure 
having strong bonding in order to provide a stability at high temperauire to 
the insulation film. If the insulation film having the main component of 
silicon dioxide includes the organic polymer with the bridge structure 
having strong bonding, then the insulation film has a high stability at high 
temperature and a high decomposition resistivity but has a low volatility. 
This insulation film is stable. This properties of the high stability at high 
temperature and the high decomposition resistivity but the low volatility of 
the insulatiggi'film allows the increase in content of the organic component-^ 
in the insulation film. The increase in content of the organic component in 
the insulation film results in further reduction in dielectric constant of the 
insulation film having the main component of silicon dioxide with keeping 
the advantageous and desirable properties of the high stability at high 
temperature and the high decomposition resistivity but the low volatility of 
the insulation film. 



O 



Page 11 



Pf-2083/nec/us/mh 



It is further preferable that the organic polymer comprises a 
benzene nucleus. The distribution of at least one kind of benzene nucleuses- 
in the insulation film having a main component of silicon dioxide or silica 
would result in drop of a dielectric constant of the insulation film. Namely, 
the insulation film having, a main component of silicon dioxide including 
benzene nucleuses distributed therein has a lower dielectric constant than a 
dielectric constant of insulation filna having a main component of silicon 
dioxide free of any benzene nucleuses. The presence of the distributed 
benzene nucleuses contributes to prevent formation of Si-O bonding at a, 
high density. This results in a certain drop of a density of the insulation film 
having the main component of silicon dioxide or the silicon dioxide 
insulation film. The drop of the density of the insulation film results in a 
reduction in dielectric constant thereof. Further, the introduction of the 
benzene nucleuses into silicon dioxide changes the Si-O bonding in silicon 
dioxide to other bonding structures between silicon and benzene nucleuses. 
Such change of the bonding structure causes a change in state of electrons 
so that electronic polarization is reduced. If electronic polarization is 
decreased, then the dielectric constant is also decreased. For this ireason, the 
introduction of the benzene nucleuses into silicon dioxide causes the 
decrease in dielectric constant of the insulation film having the main 
component of silicon dioxide. The benzene nucleuses has a bridge structure 
having strong bonding in order to provide a stability at high temperature to 
the insulation film. If the insulation film having the main component of 
silicon dioxide includes the benzene nucleuses with the bridge structure 
having strong bonding, then the insulation film has a high stability at high 
temperature and a high decomposition resistivity but has a low volatility. 
This insulation film is stable. This properties of the high stability at high 
temperature and the high decomposition resistivity but the low volatility of 
the insulation filna allows the increase in content of the organic component 
in the insiUation fiilm- The increase in content of the organic . component in 
the insulation film results in further reduction in dielectric constant of the 
insulation film having the main component of silicon dioxide with keeping 
the advantageous and desirable properties of the high stability at high 
temperature and the high decomposition resistivity but the low volatility of 
the insulation film. 

It is furthermore preferable that the benzene nucleus has a 
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bonding structure with silicon atoms- This bonding structure may be 
formed by use of phenyltrimethylsilane or phenyltrimethoxysilane as a 
benzene nucleus source^ in a chemical vapor deposition for forming the 
insulation film. 

It is also preferable that the benzene nucleus is free of a bonding- 
structure with silicon atoms. This bonding structure may be formed by use 
of an organic substance which has a structure of a single benzene nucleuSj 
for example, toluene, benzene and xylene. Alternatively-, an organic 
substance having a structure of a plurality of benzene nucleuses, for 
example, naphthalene, biphenyl and anthracene are also available. 

It is also preferable that the insulation film has a carbon content - 
of not higher than 30 at%. 

The fourth present invention provides an insulation film provided • 
in a semiconductor device. The insulation film has a main component of 
silicon dioxide, wherein the insulation jSlm includes pores having been 
formed by a removal of at least one kind of organic polymer distributed in 
the insulation film. The presence of many pores in tfie insulation film 
having the main component of silicon dioxide resultis in a further reduction 
of dielectric constant of the insulation film- The siliircm dioxide insulation 
film many pores distributed therein has a lower dielectric constant than the 
dielectric constant of the silicon dioxide insulation film including the 
organic polymer distributed therein. 

It is preferable that the insulation film includes pores having been 
formed by a removal of the organic polymer which has a bridge stmcture 
with strong bonding. The presence of many pores in the insulation film 
having the main component of silicon dioxide results in a further reduction 
of dielectric constant of the insulation film. The silicon dioxide insulation 
film many pores distributed therein has a lower dielectric constant than the 
dielectric constant of the silicon dioxide insulation film including the 
organic polymer distributed therein, — 

It is further preferable that the insulation film includes pores 
having been formed by a removal of benzene nucleuses. The presence of 
many pores in the insulation film having the main component of silicon 
dioxide results in a further reduction of dielectric constant of the insulation 
film. The silicon dioxide insulation film many pores distributed therein has 
a lower dielectric constant than the dielectric constant of the silicon dioxide 
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insulation film including the organic polymer distributed therein. 

It is furthermore preferable that the insulation film includes pores 
having been formed by a removal of benzene nucleuses haviug a bonding 
structure with silicon atoms. 

It is also preferable that the insulation film includes pores having 
been formed by a removal of benzene nucleuses free of a bonding structure 

with silicon atoms. 

It is also preferable that the insulation film includes pores having 
been formed by a removal of benzene nucleuses distributed in the 
insulation film at an amount corresponding to a carbon content of not 

higher than 30 at%. 

The fifth present invention provides an inter-layer insulator 
provided between a first level interconnection layer and a second level 
interconnection layer which lies over the first level interconnection layer in 
a semiconductor device. The inter-layer insulator having a main component 
of silicon dioxide, wherein the inter-layer insulator includes at leas? one 
kind of organic polymer distributed therem. The distribution of at least one 
kind of organic polymer in the inter-layer insulator having a main 
component of silicon dioxide or silica would result in drop of a dielectric 
constant of the inter-layer insulator. Namely, the mter-layer insulator 
having a main component of silicon dioxide including organic polymer 
distributed therein has a lower dielectric constant than a dielectric constant 
of inter-layer insulator having a main component of silicon dioxide free of 
any organic polymer. The presence of the distributed organic polymer 
contributes to prevent formation of Si-O bonding at a high density This 
results in a certain drop of a density of the inter-layer insulator having the 
main component of silicon dioxide or the silicon dioxide inter -layer 
insulator. The drop of the density of the inter-layer insulator results in a 
reduction in dielectric constant thereof. Further, the introduction of the 
organic polymer into silicon dioxide changes the Si-O bonding in silicon 
dioxide to other bondiag structaies between silicon and organic polyrner. 
Such change of the bonding stmcture causes a change in state of electrons 
so that electronic polarization is reduced. If electronic polarization is 
decreased, then the dielectric constant is also decreased. For this reason, the 
introduction of the organic polymer into silicon dioxide causes the decrease 
in dielectric constant of the iuter-layer insulator having the main 
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component of silicon dioxide. 

It is preferable that the organic polymer has a bridge structure 
having strong bonding in order to provide a stability at high "temperature to 
the inter-layer insulator. If the inter-layer insulator having the main 
component of silicon dioxide includes the organic polymer with the bridge 
stmcture having strong bonding, then the inter-layer insulator* has a high 
stability at high temperature and a high decomposition resistivity but has a 
low volatility. This inter^layer insulator is stable. This properties of the high 
stability at high temperature and the high decomposition resistivity but the 
low volatility of the inter-layer insulator allows the increase in content of 
the organic component in the inter-layet insulator. The increase in content 
of the organic component in the inter-layer insulator results in further 
reduction in dielectric constant of the inter-layer insulator having the main 
component of silicon dioxide with keeping the advantageous and desirable 
properties of the high stability at high temperature and the high 
decomposition resistivity but the low volatility of the inter4ayer insulator. 

It is feirther preferable that the organic polymer comprises a 
benzene nucleus. The distribution of at least one kind of benzene nucleuses 
in the inter-layer insulator having a main component of silicon dioxide or 
silica would result in drop of a dielectric constant of the inter-layer 
insulator. Namely, the inter-layer insulator having a main component of 
silicon dioxide including benzene nucleuses distributed therein has a lower 
dielectric constant than a dielectric constant of inter-layer insulator having 
a main component of silicon dioxide free of any benzene nucleuses. The 
- presence of the distributed bexizene nucleuses contributes to prevent 
formation of Si-O bonding at a high density. This results in a certain drop 
of a density of the inter-layer insulator having the main component of 
silicon dioxide or the sihcon dioxide inter-layer insulator. The drop of the 
density of the inter-layer insulator results in a reduction in dielectric 
constant thereof. Further, the introduction of the benzene nucleuses into 
silicon dioxide changes the Si-O bonding in silicon dioxide to other 
bonding structures between silicon and benzene nucleuses. Such change of 
the bonding structure causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased, then the 
dielectric constant is also decreased. For this reason, the introduction of the 
benzene nucleuses into silicon dioxide causes the decrease in dielectric 
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constant of the inter-layer msulator having the main component of silicon 
dioxide. The benzene nucleuses has a bridge structure having strong 
bonding in order to provide a stability at high temperature to the inter-layer 
insulator. If the inter-layer insulator having the main component of silicon 
dioxide includes the benzene nucleuses with the bridge structure having 
strong bonding, then the inter-layer insulator has a high stability at high 
temperature and a high decomposition resistivity but has a low volatility. 
This inter-layer insulator is stable. This properties of the high stability at 
high temperature and the high decomposition resistivity but the low 
volatility of the inter-layer insulator allows the increase in content of the 
organic component in the inter-layer insulator. The increase in content of 
the organic component in the inter-layer insulator results in further 
reduction in dielectric constant of the inter-layer insulator having the main 
component of silicon dioxide with keeping the advantageous and desirable 
properties of the high stability at high temperature and the high 
decomposition resistivity but the low volatility of the inter-layer insulator. 

It is furthermore preferable that the benzene nucleus has a 
bonding structure with silicon atoms. This bonding stmcture may be 
formed by use of phenyltrimethylsilane or phenyltrimethoxysilane as a 
benzene nucleus source in a chemical vapor deposition for forming the 
inter-layer insulator. 

It is also preferable that the benzene nucleus is free of a bonding 
stmcture with silicon atoms. This bonding structure may be formed by use 
of an organic substance which has a stmcture of a single benzene nucleus^ 
for example,— toluene, benzene and xylene. Alternatively, an organic 
substance having a structure of a plurality of benzene nucleuses, for 
example, naphthalene, biphenyl and anthracene are also available. 

It is also preferable that the inter-layer insulator has a carbon 
content of not higher than 30 at%. 

The sixth present invention provides an inter-layer insulator 
provided between a first level interconnection layer and a second level 
interconnection layer which lies over the first level interconnection layer in 
a semiconductor device. The inter-layer insulator has a main component of 
silicon dioxide, wherein the inter-layer insulator includes pores having 
been formed by a removal of at least one kind of organic polymer 
distributed in the inter-layer insulator. The presence of many pores in the 
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inter-layer insulator having the main component o^'f .silicon dioxide results 
in a further reduction of dielectric constant of the inter-layer insulator. The - 
silicon dioxide inter-layer insulator many pores distributed therein has a 
lower dielectric constant than the dielectric constant of the silicon dioxide ' 
inter-layer insulator including the organic polymer distributed therein. 

It is preferable that the inter-layer insulator includes pores having 
been formed by a removal of the organic polymer which has a bridge 
structure with strong bonding. The presence of many pores in the inter- 
layer insulator having the main component of silicon dioxide results in a 
further reduction of dielectric com.t^t of the inter-layer insulator. The 
sUicon dioxide inter-layer insulator many pores distributed therein has a 
lower dielectric constant than the dielectric constant of the silicon dioxide 
inter-layer insulator including the organic polymer distributed therein. 

It is further preferable that the intcr-layer insulator includes pores 
having been formed by a removal of benzene nucleuses. The presence of 
many pores in the inter-layer insulator having th-; main component of 
silicon dioxide results in a further reduction of dielectric constant of the 
inter-layer Insulator. The silicon dioxide inter-layer insulator many pores 
distributed therein has a lower dielectric constant than the dielectric 
constant of the silicon dioxide inter-layer insulator including the organic 
polymer distributed therein. 

It is furthermore preferable that the inter-layer insulator includes 
pores having been formed by a removal of benzene nucleuses having a 
bonding structure with silicon atoms. 

It is also preferable that the inter-layer insulator includes pores 
having been formed by a removal of benzene nucleuses free of a bonding 
structure with silicon atoms. 

It is also preferable that the inter-layer insulator includes pores 
having been formed by a removal of benzene nucleuses distributed in the 
inter-layer insulator at an amount corresponding to a carbon content of not 
higher than 30 at%. 

The seventh present invention provides a multi-level 
intercoimection structure comprising the following elements. At least a first 
level interconnection extends on an insulation layer. An inter-layer 
insulator extends over the insulation layer so that the inter-layer insulator 
covers the first level mterconncction. The inter-layer insulator has at least a 
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via hole. The inter-layei insulator has a main component of silicon dioxide. 
At least a second level interconnection extends over the intet-layer' 
insulator so that the second level interconnection is separated by the inter- • 
layer insulator from the first level interconnection and so that the second' 
level interconnection is electrically connected through the via hole to the. 
first level interconnection- It is important that the inter-layer insulator 
includes at least one kind of organic polymer distributed therein. The 
distribution of at least one kind of organic polymer in the inter-layer, 
insulator having a main component of silicon dioxide or silica would result ■ 
in drop of a dielectric constant of the inter-layer insulator. Namely, the. 
inter-layer insulator having a main component of silicon dioxide including • 
organic polymer distributed therein has a lower dielectric constant than a 
dielectric constant of inter-layer insulator having a main component of ' 
silicon dioxide free of any organic polymer. The presence of the distributed . 
organic polymer contributes to prevent formation of Si-O bonding at a high . 
density. This results in a certain drop of a density of the inter-laycr^ 
insulator having the main component of silicon dioxide or the silicon , 
dioxide inter-layer insulator. The drop of the density of the inter-layer . 
insulator results in a reduction in dielectric constant thereof. Further, the 
introduction of the organic polymer into silicon dioxide changes the Si-O " 
bonding in silicon dioxide to other bonding structures between silicon and 
organic polymer. Such change of the bonding structure causes a change in > 
state of electrons so that electronic polarization is reduced. If electronic • 
polarization is decreased, then the dielectric constant is also decreased. For 
this reason, the introduction of the organic polymer into silicon dioxide 
causes the decrease in dielectric constant of the inter-layer insulator having 
the main component of silicon dioxide. 

It is preferable that the organic polymer has a bridge stmcture 
having strong bonding in order to provide a stability at high temperature to 
the inter-layer insulator. If the inter-layer- insulator having the main 
component of silicon dioxide includes the organic polymer with the bridge 
structure having strong bonding, then the inter-layer insulator has a high 
stability at high temperature and a high decomposition resistivity but has a 
low volatility. This inter-layer insulator is stable. This properties of the high 
stability at high temperature and the high decomposition resistivity but the 
low volatility of the inter-layer insulator allows the increase in content of 
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the organic component in the inter-layer insulator. The increase in content 
of the organic component in the inter-layer insulator results in further ■ 
reduction in dielectric constant of the inter-layer insulator having the main, 
component of silicon dioxide with keeping the advantageous and desirable - 
properties of the high stability at high temperature and the high - 
decomposition resistivity but the low volatility of the inter-layer insulator. - 

It is further preferable that the organic polymer comprises a - 
benzene nucleus. The distribution of at least one kind of benzene nucleuses • 
in the inter-layer insulator having a main component of silicon dioxide or 
silica would result in- drop of a dielectric constant of the intei -layer 
insulator. Namely, the inter-layer insulator having a main component of 
silicon dioxide including benzene nucleuses distributed therein has a lower 
dielectric constant than a dielectric constant of inter-layer insulator having 
a main component of silicon dioxide free of any benzene nucleuses. The, 
presence of the distributed benzene nucleuses contributes to prevent 
formation of Si-O bonding at a high density. This re.^ults in a certain drop • 
of a density of the unter-layer insulator having the main component of 
silicon dioxide or the silicon dioxide inter-layer insulator. The drop of the 
density of the inter-layer insulator results in a reduction in dielectric 
constant thereof- Further, the introduction of the benzene nucleuses into* 
silicon dioxide changes the Si-O bonding in silicon dioxide to other 
bonding structures between silicon and benzene nucleuses. Such change of 
the bonding stmcture causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased,, then the 
dielectric constant is also decreased. For this reason, the introduction of the 
benzene nucleuses into silicon dioxide causes the decrease in dielectric 
constant of the inter-layer insulator having the main component of silicon 
dioxide. The benzene nucleuses has a bridge structure having strong 
bonding in order to pirovide a stability at high temperature to the inter^layer 
insulator. If the inter-layer insulator_having the main component of silicon 
dioxide includes the benzene nucleuses with the bridge structure having 
strong bonding, then the inter-layer insulator has a high stability at high 
temperature and a high decomposition resistivity but has a low volatility. 
This inter-layer insulator is stable. This properties of the high stability at 
high temperature and the high decomposition resistivity but the low 
volatility of the inter-layer insulator allows the increase in content of the 
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organic component in the inter-layer insulator. The increase in content of 
the organic component in the inter-layer insulator results in further 
reduction in dielectric constant of the inter-layer insulator having the main 
component of silicon dioxide with keeping the advantageous and desirable 
properties of the high stability at high temperature and the high 
decomposition resistivity but the low volatility of the inter-layer insulator. 

It is furthermore preferable that the benzene nucleus has a 
bonding structure with silicon atoms. This bonding structure may be 
formed by use of phenyltrimethylsilane or phenyltiimethoxysilane as a 
benzene nucleus source in a chemical vapor deposition for forming the 
inter-layer insulator. 

It is also preferable that the benzene nucleus is free of a bonding 
structure with silicon atoms- This bonding structure may be formed by use 
of an organic substance which has a structure of a single benzene nucleus, 
for example, toluene, benzene and xylene- Altc^rnatively, an organic 
substance having a structure of a plurality of benzene nucleuses, for 
example, naphthalene, biphenyl and anthracene are also available. 

It is also preferable that the inter-layer mJ>ulator has a carbon 
content of not higher than 30 at%. 

The eighth present invention provides a multi-level 
interconnection stracture comprising the following elements. At least a first 
level interconnection extends on an insulation layer. An inter-layer 
insulator extends over the insulation layer so that the inter-layer insulator 
covers the first level interconnection. The inter-layer insulator has at least a 
via hole- The inter-layer insulator has a main component of silicon dioxide. 
At least a second level intercoimection extends over the inter-layer 
insulator so that the second level interconnection is separated by the inter- 
layer insulator from the first level interconnection and so that the second 
level interconnection is electrically connected through the via hole to the 
first level interconnection. It is important that the inter-layer insulator 
includes pores having been formed by a removal of at least one kind of 
organic polymer distributed in the inter-layer insulator. The presence of 
many pores in the inter-layer insulator having the main component of 
silicon dioxide results in a further reduction of dielectric constant of the 
inter-layer insulator. The silicon dioxide inter-layer insulator many pores 
distributed therein has a lower dielectric constant than the dielectric 
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constant of the silicon dioxide inter-layer insulator including the organic 
polymer distributed therein. 

It is preferable that the inter-layer insulator includes pores having 
been formed by a removal of the organic polymer which has a bridge 
structure with strong bonding. The presence of many pores in the inter- 
layer insulator having the main component of silicon dioxide results in a 
farther reduction of dielectric constant of the inter-layer insulator. The 
silicon dioxide inter-layer insulator many pores distributed therein has a 
lower dielectric constant than the dielectric constant of the silicon dioxide 
inter-layer insulator including the organic polymer distributed therein. 

It is further preferable that the inter-layer insulator includes pores 
having been formed by a removal of benzene nucleuses. The presence of 
many pores in the inter-layer insulator having the main component of 
silicon dioxide results in a further reduction of dielectric constant of the 
inter-layer insulator. The silicon dioxide inter-layei insulator many pores 
distributed therein has a lower dielectric constant than the dielectric 
constant of the silicon dioxide inter-layer insulator including the organic 
polymer, distributed therein. 

It is furthermore preferable that the inter-layer insulator includes 
pores having been formed by a removal of benzene nucleuses having a 
bonding structure with silicon atoms. 

It is also preferable that the inter-layer insulator includes pores 
having been formed by a removal of benzene nucleuses free of a bonding 
stmcture with silicon atoms. 

It is also preferable that the inter-layer insulator includes pores 
having been formed by a removal of benzene nucleuses distributed in the 
inter-layer insulator at an amount corresponding to a carbon content of not 
higher than 30 at%. 

The ninth present invention provides a method of forming an 
insulator having a main component of silicon dioxide by a chemical vapor 
deposition method, wherein at least one kind of organic substance 
including benzene nucleuses is used as a benzene nucleus source so that the 
insulator includes the benzene nucleuses. The distribution of at least one 
kind of benzene nucleuses in the inter-layer insulator having a main 
component of silicon dioxide or silica would result in drop of a dielectric 
constant of the inter-layer insulator. Namely, the inter-layer insulator 
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having a main component of silicon dioxide including benzene nucleuses 
distributed therein has a lower dielectric constant than a dielectric constant 
of inter-layer insulator having a main component of silicon dioxide j&ree of • 
any benzene nucleuses. The presence of the distributed benzene nucleuses* 
contributes to prevent formation of Si-O bonding at a high density. This 
results in a certain drop of a density of the inter-layer insulator having the 
main component of silicon dioxide or the silicon dioxide inter-layer,, 
insulator. The drop of the density of the inter -layer insulator results in a 
reduction in dielectric constant thereof. Further, the introduction of the . 
benzene nucleuses into silicon dioxide changes the Si- O bonding in silicon 
dioxide to other bonding structures between silicon and benzene nucleuses. 
Such change of the bonding structure . causes a change in state of electrons 
so that electronic polarization is reduced. If electronic polarization is 
decreased, then the dielectric constant is also decreased. For this reason, the 
introduction of the benzene nucleuses into silicon dioxide causes the 
decrease in dielectric constant of the inter-layer insulator having the main 
component of silicon dioxide. The benzene nucleuses has a bridge structure 
having strong bonding in order to provide a stability at high temperature to . 
the inter-layer insulator. If the intcr-layer insulator having the maid 
component of silicon dioxide includes the benzene nucleuses with the 
bridge structure having strong bonding, then the inter- layer insulator has a 
high stability at high temperature and a high decomposition resistivity but 
has a low volatility. This inter-layer insulator is stable. This properties of 
the high stability at high temperature and the high decomposition resistivity 
but the loVv volatility of the inter-layer insulator allows the increase in 
content of the organic component in the inter-layer insulator- The increase 
in content of the organic component in the inter-layer insulator results in 
further reduction in dielectric constant of the inter-layer insulator having 
the main component of silicon dioxide with keeping the advantageous and 
desirable properties of the high stability at high temperature apd the high 
decomposition resistivity but the low volatility of the inter-layer insulator. 

It is preferable that the benzene nucleus has a bonding structure 
with silicon atoms. 

It is further preferable that at least one selected from the group 
consisting of phenyltrunethylsilane and phenyltrimethoxysilane is used as 
the benzene nucleus soiirce. 
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It is ako preferable that the organic substance as the benzene 
nucleus source is used together with a silicon source material. 

It is also preferable that the organic substance as the benzene 
nucleus source is used alone without any silicon source materiaL 

It is also preferable that the benzene nucleus is fiee of a bonding 
structure with silicon atonis and the organic substance as the benzene 
nucleus source is used together with a silicon source material. 

It is further preferable that the organic substance has a structure 
of a single benzene nucleus. 

It is furthermore preferable that the organic substance comprises 
at least one selected from the group consisting of toluene, benzene and 
xylene- 

It is also preferable that the organic substance has a structure of a 
plurality of benzene nucleuses. 

It is further preferable that the organic substance comprises at 
least one selected firom the group consisting of naphthalene, biphenyi and 
anthracene. 

It is also preferable that the chemical vapor deposition method is 
a plasma chemical vapor deposition method. For example, a parallel -plate 
plasma chemical vapor deposition method^ an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductively coupled plasma chemical 
vapor deposition method are available. 

It is also preferable that the chemical vapor deposition method is 
a low pressure chemical vapor deposition method. 

It is also preferable that after the insulator has been formed by 
the chemical vapor deposition method, then the benzene nucleuses are 
removed from the insulator thereby to form pores in the insulator. The 
presence of many pores in the insulator having the main component of 
silicon dioxide results in a further reduction of dielectric constant of the 
insulator. The silicon dioxide insulator many pores distributed therein has a 
lower dielectric constant than the dielectric constant of the silicon dioxide 
insulator including the organic polymer distributed therein. 

It is further preferable that the benzene nucleuses are removed by 
causing an elimination reaction for eliminating benzene nucleuses from the 
insulator. 
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It is furthermore preferable that the elimination reaction is caused 

by exposure to oxygen radicals generated in a plasma- 
It is moreover preferable that the elimination reaction is caused 

by a heat treatment in a vacuum at a temperature of not less than 450X;. 

It is still more preferable that the elimination reaction is caused 

by a heat treatment in an inert gas atmosphere at a temperature of not less 

than 450*0. 

It is also preferable that the benzene nucleuses are removed by 
causing a combustion reaction in an oxygen atmosphere. 

It is also preferable that the chemical vapor deposition method is 
carried out by maintaining a temperature of not less than about SOffC so as 
to cause elimination reaction of the benzene nucleuses at the same time of 
deposition of the insulator, thereby to form the insulator including pores. 

The tenth present invention provides a method of forming an 
insulation film having a main component of silicon dioxide in a 
semiconductor device by a chemical vapor deposition method, wherein at 
least one kind of organic substance including benzene nucleuses is used as 
a benzene nucleus source so that the insulation filn:i includes the benzene 
nucleuses. The distribution of at least one kind of benzene nucleuses m the 
inter-layer insulator having a main component of silicon dioxide or silica 
would result in drop of a dielectric constant of the inter-layer insulator. 
Nannely, the inter-layer insulator having a main component of silicon 
dioxide including benzene nucleuses distributed therein has a lower 
dielectric constant than a dielectric constant of inter-layer insulator having 
a main component of silicon dioxide free of any benzene nucleuses. The 
presence of the distributed benzene nucleuses contributes to prevent 
formation of Si-O bonding at a high density. This results in a certain drop 
of a density of the inter-layer insulator having the main component of 
silicon dioxide or the silicon dioxide inter-layer insulator. The drop of the 
density of the inter-layer insulator results in a reduction in dielectric 
constant thereof. Further, the introduction of the benzene nucleuses into 
silicon dioxide changes the Si-O bonding in silicon dioxide to other 
bonding structures between silicon and benzene nucleuses- Such change of 
the bonding stmcture causes a change in state of electrons so that electronic 
polarization is reduced. If electronic polarization is decreased, then the 
dielectric constant is also decreased. For this reason, the introduction of the 
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benzene nucleuses into silicon dioxide causes the decrease in dielectric 
constant of the inter-layer insulator having the main component of silicon 
dioxide- The benzene nucleuses has a bridge structure having strong 
bonding in order to provide a stability at high temperature to the inter-layer 
insulator. If the inter-layer insulator having the main component of silicon 
dioxide includes the benzene nucleuses with the bridge structure having 
strong bonding, then the inter-layer insulator has a high stability at high 
temperature and a high decomposition resistivity but has a low volatility. 
This inter-layer insulator is stable. This properties of the high stability at 
high temperature and the high decomposition resistivity but the low 
volatility of the inter-layer insulator allows the increase in content of the 
organic component in the inter-layer insulator. The increase in content of 
the organic component in the inter-layer insulator results in further 
reduction in dielectric constant of the inter-layer insulator having the main 
component of silicon dioxide with keeping the advantageous and desirable 
properties of the high stability at high temperature and the high 
decomposition resistivity but the low volatility of the Uiter-layer insulator. 

It is preferable that the benzene nucleus has a bonding structure 
with silicon atoms. 

It is further preferable that at least one selected from the group 
consisting of phenyl trimethylsilane and phenyl trimethoxysilane is used as 
the benzene nucleus source. 

It is also preferable that the organic substance ^ the benzene 
nucleus source is used together with a silicon source material. 

It is furthermore preferable that the organic substance as the 
benzene nucleus source is used alone without any silicon source material. 

It is also preferable that the benzene nucleus is free of a bonding 
structure with silicon atoms and the organic substance as the benzene 
nucleus source is used together with a silicon source material. 

It is further preferable that the organic substance has a structure 
of a single benzene nucleus. 

It is furthermore preferable that tiie organic substance comprises 
at least one selected from the group consisting of toluene, benzene and 
xylene. 

It is also preferable that the organic substance has a structure of a 
plurality of benzene nucleuses. 
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It is further preferable that the organic substance comprises at 
least one selected from the group consisting of naphthalene, biphenyl and 
anthracene. 

It is also preferable that the chemical vapor deposition method is 
a plasma chemical vapor deposition method. For example, a parallel-plate 
plasma chemical vapor deposition method, an electron cyclotron, resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductively coupled plasma chemical 
vapor deposition method are available. 

It is also preferable that the chemical vapor deposition method is 
a low pressure chemical vapor deposition method. 

It is also preferable that after the insulation film has been formed 
by the chemical vapor deposition method, then the benzene nucleuses are 
removed from the insulation film thereby to form pores in the insulation 
film. The presence of many pores in the insulation film having the main 
component of silicon dioxide results in a further reduction of dielectric 
constant of the insulation film. The silicon dioxide insulation jfilm many 
pores distributed therein has a lower dielectric constant than the dielectric 
constant of the silicon dioxide insulation film including the organic 
polymer distributed therein. 

It is further preferable that the benzene nucleuses are removed by 
causing an elimination reaction for eliminating benzene nucleuses from the 
insulation film. 

It is furthermore preferable that the elimination reaction is caused 
by exposure to oxygen radicals generated in a plasma. 

It is also preferable that the elimination reaction is caused by a 
heat treatment in a vacuum at a temperature of not less than 450*C, 

It is also preferable that the elimination reaction is caused by a 
heat treatment in an inert gas atmosphere at a temperature of not less than 
450t:. 

It is also preferable that the benzene nucleuses are removed by 
causing a combustion reaction in an oxygen atmosphere. 

It is also preferable that the chemical vapor deposition method is 
carried out by maintaining a temperature of not less than about 500T: so as 
to cause elimination reaction of the benzene nucleuses at the same time of 
deposition of the insulation film, thereby to form the insulation film 
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including pores- 

PREFERRED EMBODIMENTS 

FIRST T^MBQDTMENT : 

A first embodiment according to the present invention will be 
described in detail wherein there is provided a method of foiming a silica 
film including benzene nucleuses with a reduced dielectric constant over a 
silicon substrate by a chemical vapor deposition method, FIG. 1 is a 
schematic view illustrative of a parallel-plate plasma chemical vapor 
deposition system used in this first embodiment in accordance with the 
present invention. The parallel-plate plasma chemical vapor deposition 
system has a reaction chamber 21 which accommodates a top electrode 22 
and a bottom electrode 23. A silicon substrate 24 is placed on the bottom 
electrode 23. The bottom electrode 23 is connected to a ground line so that 
the bottom electrode 23 is kept to have a ground potential. The top 
electrode 22 is connected to a high frequency power source 25 for 
receiving a high frequency power from the high frequency power source 25. 
Further a heater not illustrated is provided adjacent lo the bottom electrode 
23 for heating the silicon substrate 24. The reaction chamber 21 is 
connected to a source gas introduction system 26 through which source 
gases are fed into the reaction chamber 21. The reaction chamber 21 is 
further connected to a gas discharge system 27 by which used gases are 
discharged from the reaction chamber 21 . 

In this ISrst embodiment, phenyltrimethylsilane, silane and 
oxygen are used as source gases for formation of a silica insulation film by 
a plasma chemical vapor deposition method. The individual source gases 
are subjected to flow rate controls by a mass flow controller not illustrated 
for subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21, Phenyltrimethylsilane has a 
bonding structure of silicon to benzene nucleus. Phenyltrimethylsilane is 
reacted with an oxidant to form a silica film including benzene nucleuses, 
Phenyltrimethylsilane is in a liquid state at room temperature. 
Phenyltrimethylsilane has a boiling pomt of 169X:. Phenyltrimethylsilane 
in Equid state is first filled in a stainless cylinder for vacuuming the 
stainless cylinder and subsequent heating the stainless cylinder up to about 



Page 27 



Pf-2083/nec/\is/Tnh 



lOO'C- The source gas introduction system 26 including the mass flow 
controller and the reaction chamber 21 are also heated up to about ISO'C 
for prevention of condensation of phenyltrimethylsilane so as to allow 
phenyltrimethylsilane in gas state to be fed through the source gas 
introduction system 26 into the reaction chamber 21. Silane and oxygen are 
also fed through the source gas introduction system 26 into the reaction 
chamber 21: 

The silicon substrate 24 comprises a silicon wafer covered by an 
aluminum layer and is placed on the bottom electrode 23. The parallel-plate 
plasma chemical vapor deposition is carried out under the following 
conditions- A flow rate of silane is varied in the range of 0 seem to 50 sccm\ 
A flow rate of phenyltrimethylsilane is also varied in the range of 0 seem to 
50 seem. A flow rate of oxygen is set 100 seem. A pressure is set 0.1 Torr, 
A high frequency power of 500W is applied to the lop electrode 22. The 
substrate temperature is maintained at SOOT:. 

A measurement of an infrared absorption spectrum is made in 
order to confirm whether or not the silane insulation film does include 
benzene nucleuses, FIG- 2 is a diagram illustrative of measured infrared 
absorption spectmm of the silica film over wave number when the silica 
film is deposited under conditions of a silane flow rate of zero and a 
phenyltrimethylsilane flow rate of 50 seem. Absorption lines appear at 
wave numbers of about 1450 cxir\ 1500 cm-l and 1600 cm-^. Those 
absorption lines show absorptions of infrared ray due to the benzene 
nucleuses. No hydrocarbon composition other than benzene nucleus could 
be detectedrihie above matters show that if phenyltrimethylsilane having a 
bonding stmcture of silicon with benzene nucleuses is used as a source gas 
for the plasma chemical vapor deposition method, then the silica film 
having the benzene nucleuses is formed. In accordance with the above 
infrared absorption spectrum, no Si-OH bonding due to moisture in the 
silica film is detected. This means that the silica film: is free of residual 
moisture- 

Further, the flow rates of phenyltrimethylsilane and silane are 
changed for the further plasma chemical vapor depositions of the other 
silica films so that compositions of the silica film and dielectric constants 
thereof are measured. For measuring each of the dielectric constants of the 
silica films, an additional electrode is provided on the silica film having the 
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benzene nucleuses so that a capacity between the additional electrode and 
the substrate is measured. From the above analysis of the compositions of 
the silica film, it could be understood that if only silane is used for the 
plasma chemical vapor deposition, then the silica film includes no benzene 
nucleuses. If a flow rate ratio of phenyltrimethylsilane having a bonding 
stmcture of silicon with benzene nucleus is increased, then a carbon 
content of the silica film is also increased. This means that If the flow rate 
ratio of phenyltrimethylsilane having the bonding structure of silicon with 
benzene nucleus is increased, then an amount of benzene nucleus in the 
silica film is also increased. If only phenyltrimethylsilane is used without 
use of silane for the plasma chemical vapor deposition, then the silica film 
has a carbon content of about 30at%. As a result of measuring the dielectric 
constant of the silica film, it is also understood that if the carbon content of 
the silica jBlm is increased, then the dielectric constant of the sUica film is 
decreased. For example, if silane only is used, then the silica film has a 
dielectric constant of £ r =4 which almost corresponds ,to the dielectric 
constant of silica. The increase in flow rate ratio oj; phenyltrimethylsilane 
to silane results in a decrease in dielectric constaij.t of the silica film. If 
phenyltrimethylsilane only is used for the pk.sma chemical vapor 
deposition, then the silica film has a dielectric constant of £ r =3, 

The above experimental results show that it is possible to form 
the sUica film including the benzene nucleuses by use of 
phenyltrimethylsilane having a bonding structure of silicon with benzene 
nucleuses as the source gas. It is also possible to control the content of 
benzene nucleuses in the silica'filni by controlling the amount of 
phenyltrimethylsilane. Namely, the increase in the amount of 
phenyltrimethylsilane results in an increase in amount of the benzene 
nucleuses in the silica film, whereby the dielectric constant of the silica 
film is decreased. If phenyltrimethylsilane is used alone for the plasma 
chemical vapqr_deposition, then the carbon content of the silica film is 
about 30at% and the dielectric constant thereof is about s r =3. Further, 
phenyltrimethylsilane in a gas state is fed to the reaction chamber for 
subsequent plasma chemical vapor deposition, for which reason it is 
possible to form the silica film including the benzene nucleuses free of 
substantive residual impurity, particularly residual moisture. Furthermore, 
the benzene nucleuses with strong bonding in the silica film are stable 
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among organic polymers to provide the silica film with a stability at high 
temperature. . 

In this embodiment, the plasma chemical vapor deposition was 
carried out by use of the parallel-plate plasma chemical vapor deposition 
apparatus. Notwithstanding, any other plasma chemical vapor deposition 
methods are also available. For example, it was confirmed that, for forming 
the silica film including the benzene nucleuses by use of 
phenyltrimethylsilane, there are available an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

SKCONO BMBODTMBNT : 

A second embodiment according to the present invention will be 
described in detail with reference again to FIGS. 1 and 2, wherein another 
method of forming a silica film including benzene nucleuses with a reduced 
dielectric constant over a silicon substrate by a chemical vapor deposition 
method. In this embodiment, the same parallel-plate plasma chemical vapor 
deposition system as in the first embodiment is used. Detailed descriptions 
of the parallel-plate plasma chemical vapor deposition system with 
reference to the drawings will be omitted. 

In this second embodiment, phenyltrimethoxysilane, silane and 
oxygen are used as source gases for formation of a sUica insulation film by 
a plasma chemical vapor deposition method. Namely, instead of 
phenyltrimethylsilane, phenyltrimethoxysilane is used- The individual 
source gases are subjected to flow rate controls by a mass flow controller 
not illustrated for subsequent introductions thereof through the source gas 
introduction system 26 into the reaction chamber 21. 
Phenyltrimethoxysilane has a bonding stmcture of silicon to benzene 
nucleus. Phenyltrimethoxysilane is reacted with an oxidant to form a silica 
film including benzene nucleuses- Phenyltrimethoxysilane is in a liquid 
state at room temperature. Phenyltrimethoxysilane in liquid state is first 
filled in a stainless cylinder for vacuuming the stainless cylinder and 
subsequent heating the stainless cylinder. The source gas introduction 
system 26 including the mass flow controller and the reaction chamber 21 
are also heated for prevention of condensation of phenyitrinlethoxysDane 
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so as to allow phenyltrimethoxysilane in gas state to be fed through the 
source gas introduction system 26 into the reaction chamber 21. Silane and 
oxygen are also fed through the source gas introduction system 26 into the 
reaction chamber 25.. 

The silicon substrate 24 comprises a silicon wafer covered by an 
aluminum layer and is placed on the bottom electrode 23. The parallel-plate 
plasma chemical vapor deposition is carried out under the following 
conditions. A flow rate of silane is varied in the range of 0 seem to 50 seem, 
A flow rate of phenyltrimethoxysilane is also varied in the range of 0 seem 
to 50 seem. A flow rate of oxygen is set 100 seem, A pressure is set 0.1 
Torr. A high frequency power of 500W is applied to the top electrode 22. 
The substrate temperature is maintained at SOO'C- 

A measurement of an in&ared absorption spectrum is made in . 
order to confibrm whether or not the silane insulation jQlm does include 
benzene nucleuses. FIG. 2 is a diagram illustrativ€i of measured infrared 
absorption spectrum of the silica film over wave number when the silica 
film is deposited under conditions of a silane flow rate of zero and a 
phenyltrimethoxysilane flow rate of 50 seem. Absorption lines appear at 
wave numbers of about 1450 cm-i, 1500 cm-^ and 1600 cm-i. Those 
absorption lines show absorptions of infrared ray due to the benzene 
nucleuses. No hydrocarbon composition other than benzene nucleus could 
be detected. The above matters show that if phenyltrimethoxysilane having 
a bonding stmcture of silicon with benzene nucleuses is used as a source 
gas for the plasma chemical vapor deposition method, then the silica film 
having the benzene nucleuses is formed. In accordance with the above* 
infrared absorption spectmm, no Si-OH bonding due to moisture in the 
silica film is detected. This means that the silica film is free of residual 
moisture. 

Further, the flow rates of phenyltrimethoxysilane and silane are 
changed for the further plasma chemical vapor depositions of _the other 
silica films so that compositions of the silica film and dielectric constants 
thereof are measured. For measuring each of the dielectric constants of the 
silica films, an additional electrode is provided on the silica film having the 
benzene nucleuses so that a capacity between the additional electrode and 
the substrate is measured. From the above analysis of the compositions of 
the silica film^ it could be imderstood that if only silane is used for the 
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plasma chemical vapor deposition, then the silica film includes no benzene 
nucleuses. If a flow rate ratio of phenyltrimethoxySLlane having a bonding 
structure of silicon with benzene nucleus is increased, then a carbon 
content of the silica film is also increased. This means that If the flow rate 
ratio of phenyltrimethoxysilane having the bonding structure of silicon with 
benzene nucleus is increased, then an amount of benzene nucleus in the 
silica film is also increased. If only phenyltrimethoxysilane is used without 
use of silane for the plasma chemical vapor deposition, then the silica film 
has a carbon content of about 30at%. As a result of measuring the dielectric 
constant of the silica film, it is also understood that if the carbon content of 
the silica film is increased, then the dielectric constant of the silica film is 
decreased. For example, if silane only is used, then the silica film has a 
dielectric constant of =4 which almost corresponds to the dielectric 
constant of silica. The increase in flow rate ratio of phenyltrimethoxysilane 
to silane results in a decrease in dielectric constant of the silica film. If 
phenyltrimethoxysilane only is used for the plasma chemical vapor 
deposition, then the silica film has a dielectric constant of £ r =3. 

The above experimental results show thar, it is possible to form 
the silica film including the benzene nucleuses by use of 
phenyltrimethoxysilane having a bonding structure of silicon with benzene 
nucleuses as the source gas. It is also possible to control the content of 
benzene nucleuses in the silica film by controlling the amount of 
phenyltrimethoxysilane. Namely, the increase in the amomit of 
phenyltrimethoxysilane results in an increase in amount of the benzene 
nucleuses in the silica film, whereby the dielectric constant of the silica 
film is decreased. If phenyltrimethoxysilane is used alone for the plasma 
chemical vapor deposition, then the carbon content of the silica film is 
about 30at% and the dielectric constant thereof is about sr =3- Further, 
phenyltrimethoxysilane in a gas state is fed to the reaction chamber for 
subsequent plasma chemical vapor deposition, for which reason it is 
possible to form the silica film including the benzene nucleuses free of 
substantive residual impurity, particularly residual moisture. Furthermore, 
the benzene nucleuses with strong bonding in the silica film are stable 
among organic polymers to provide the silica fitai with a stability at high 
temperature. . 

In this embodiment, the plasma chemical vapor deposition was 
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carried out by use of the parallel-plate plasma chemical vapor deposition 
apparatus. Notwithstanding, any other plasma chemical vapor deposition 
methods are also available. For example, it was confirmed that, for forming 
the silica film including the benzene nucleuses by use of 
phenyltiimethoxysilane, there are available an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

THTRD ENfBODTMKNT : 

A third embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including benzene nucleuses with a reduced dielectric constant over a 
silicon substrate by a chemical vapor deposition method. FIG. 3 is a 
schematic view illustrative of a low pressure chemical vapor deposition 
system used in this third embodiment in accord^mce with the present 
invention. The low pressure chemical vapor deposition system has a quartz 
reaction chamber 31 which accommodates a substrate holder 32 on which 
substrates 33 are placed. Further a heater 36 provided aroimd the quartz 
reaction chamber 31 for heating the quartz reaction chamber 31. The quartz 
reaction chamber 31 is connected to a source gas introduction system 34 
through which source gases are fed into the quartz reaction chamber 31, 
The quartz reaction chamber 31 is further connected to a gas discharge 
system 35 by which used gases are discharged from the quartz reaction 
chamber 31- 

In this third embodiment, phenyltrimethylsilane, silane and 
oxygen are used as source gases for formation of a silica insulation film by 
a low pressure chemical vapor deposition method. The individual source 
gases are subjected to flow rate controls by a mass flow controller not 
illustrated for subsequent introductions thereof through, the source gas 
introduction system 34 into the quartz reaction chamber 31. 
Phenyltrimethylsilane has a bonding structure of silicon to benzene nucleus. 
Phenyltrimethylsilane is reacted with an oxidant to form a silica film 
including benzene nucleuses. Phenyltrimethylsilane is in a liquid state at 
room temperature, Phenyltrimethylsilane has a boiling point of 169*0. 
Phenyltrimethylsilane in liquid state is first filled in a stainless cylinder for 
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vacuuming the stainless cylinder and subsequent heating the stainless 
cylinder. The source gas introduction system 34 including the mass flow 
controller and the quartz reaction chamber 31 are also heated for prevention 
of condensation of phenyltrimethylsilane so as to allow 
phenyltrimethylsilane in gas state to be fed through the source gas 
introduction system 34 into the quartz reaction chamber 31. Silane and 
oxygen are also fed through the source gas introduction system 34 into the 
quartz reaction chamber 31. 

Each of the silicon substrates 33 comprises a silicon wafer 
covered by an aluminum layer and is placed on the substrate holder 32. The • 
low pressure chemical vapor deposition is carried out under the following 
conditions. A flow rate of silane is varied in the range of 0 seem to 50 seem, 
A flow rate of phenyltrimethylsilane is also varied in the range of 0 seem to 
50 seem. A flow rate of oxygen is set 100 seem. A pressure is set 0.5 Torr. 
A reaction tube temperature adjacent to the sample is maintained at SOO'C. 
The substrate temperature is maintained at 300^0. 

A measurement of an infrared absorption spectrum is made in 
order to confirm whether or not the silane insulation j51m does include 
benzene nucleuses. Absorption lines appear at wave numbers of about 1450 
cm-^ 1500 cm-i and 1600 cm-^. Those absorption lines show absorptions of 
infrared ray due to the benzene nucleuses. No hydrocarbon composition 
other than benzene nucleus could be detected. The above matters show that 
if phenyltrimethylsilane having a bonding structure of silicon with benzene 
nucleuses is used as a source gas for the low pressure chemical vapor 
deposition method, then the silica film having the benzene nucleuses is 
formed. In accordance with the above infrared absorption spectrum, no Si- 
OH bonding due to moistture in the silica film is detected. This means that 
the silica j51m is free of residual moisture. 

Further, the flow rates of phenyltrimethylsilane and silane are 
changed for the further low pressure chemical vapor depositions of the 
other silica films so that compositions of the silica film and dielectric 
constants thereof are measured. For measuring each of the dielectric 
constants of the silica films, an additional electrode is provided on the silica 
film having the benzene nucleuses so that a capacity between the additional 
electrode and the substrate is measured* From the above analysis of the 
compositions of the silica film, it could be understood that if only sUane is 
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used for the low pressure chemical vapor deposition, then the silica film 
includes no benzene nucleuses. If a flow rate ratio of phenyltrimethylsilane 
having a bonding structure of silicon with benzene nucleus is increased, 
then a carbon content of the silica film is also increased. This means that If 
the flow rate ratio of phenyltrimethylsilane having the bonding structiire of 
silicon with benzene nucleus is increased, then an amount of benzene 
nucleus in the silica film is also increased. If only phenyltrimethylsilane is 
used without use of silane for the low pressure chemical vapor deposition, 
then the silica film has a carbon content of about 30at%. As a result of 
measuring the dielectric constant of the silica film, it . is also understood that 
if the carbon content of the silica film is increas-ed, then the dielectric 
constant of the silica film is decreased. For example, if silane only is used, 
then the silica film has a dielectric constant of £ r =4 which almost 
corresponds to the dielectric constant of silica. Th;; increase in flow rate 
ratio of phenyltrimethylsilane to silane results in a decrease in dielectric 
constant of the silica film. If phenyltrimethylsilane only is used for the low 
pressure chemical vapor deposition, then the silica film has a dielectric 
constant of e r =3. 

The above experimental results show that it is possible to form 
the silica film including the benzene nucleuses by use of 
phenyltrimethylsilane having a bonding structure of silicon with benzene 
nucleuses as the source gas- It is also possible to control the content of 
benzene nucleuses in the silica film by controlling the amount of 
phenyltrimethylsilane. Namely, the increase in the amount of 
phenyltrimethylsilane results in an increase in amount of the benzene 
nucleuses in the silica film, whereby the dielectric constant of the silica 
film is decreased. If phenyltrimethylsilane is used alone for the low 
pressure chemical vapor deposition, then the carbon content of the silica 
film is about 30at% and the dielectric constant thereof is about £ r =3. 
Further, phenyltrimethylsilane in a gas state is fed to the reaction chamber 
for subsequent low pressure chemical vapor deposition, for which reason it 
is possible to form the silica film including the benzene nucleuses free of 
substantive residual impurity, particularly residual moisture. Furthermore, 
the benzene nucleuses with strong bonding in the silica film are stable 
among organic polymers to provide the silica film with a stability at high 
temperature. . 
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In this embodiment, a single substrate is treated in the single low- 
pressure chemical vapor deposition process. Notwithstanding, it is also 
possible that a plurality of substrates are treated in the single low pressure 
chemical vapor deposition process- It was confirmed that the batch-process 
of the low pressure chemical vapor deposition of a plurality of substrates 
provides substantially the same silica films as when the single wafer low 
pressujre chemical vapor deposition process is carried out. 

FOT IRTFT EMBODIMENT : 

A fourth embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including benzene nucleuses with a reduced dielectric constant over a 
silicon substrate by a chemical vapor deposition method. The same low 
pressure chemical vapor deposition system as in the third embodiment and 
illustrated in FIG- 3 is used. The detailed descriptions thereof will be 
omitted. 

In this fourth embodiment, instead of phenyltrimethylsilane, 
phenyltrimethoxysilane is used. Namely, phenyltrimethoxysilane, silane 
and oxygen are used as source gases for formation of a silica insulation 
film by a low pressure chemical vapor deposition method- The individual 
source gases are subjected to flow rate controls by a mass flow controller 
not illustrated for subsequent introductions thereof through the source gas 
introduction system 34 into the quartz reaction chamber 31. 
Phenyltrimethoxysilane has a bonding stmcture of silicon to benzene 
nucleus. Phenyltrimethoxysilane is reacted witE'an oxidant to form a silica 
film including benzene nucleuses. Phenyltrimethoxysilane is in a liquid 
state at room temperature. Phenyltrimethoxysilane has a boiling point of 
169*0 . Phenyltrimethoxysilane in liquid state is first filled in a stainless 
cylinder for vacuuming the stainless cylinder and subsequent heatiag the 
stainless cylinder. The_source gas introduction system 34 including the 
mass flow controller and the quartz reaction chamber 31 are also heated for 
prevention of condensation of phenyltrimethoxysilane so as to allow 
phenyltrimethoxysilane in gas state to be fed through the source gas 
introduction system 34 into the quartz reaction chamber 31. Silane and 
oxygen are also fed through the source gas introduction system 34 into the 
quartz reaction chamber 31. 
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Each of the silicon substrates 33 comprises a silicon wafei 
covered by an aluminum layer and is placed on the substrate holder 32, The 
low pressure chemical vapor deposition is carried out imder the following 
conditions. A flow rate of silane is varied in the range of 0 seem to 50 seem. 
A flow rate of phenyltrimethoxy silane is also varied in the range of 0 seem 
to 50 seem- A flow rate of oxygen is set 100 seem- A pressure is set 0.5 
Torr. A reaction tube temperature adjacent to the sample is maintained at 
500 1;^- The substrate temperature is maintained at 300"C , 

A measurement of an infrared absorption spectrum is made in 
order to confirm whether or not the silane insulation film does include 
benzene nucleuses* Absorption lines appear at wave numbers of about 1450 
cm-^, 1500 cm-i and 1600 cm-^-. Those absorption lines show absorptions of 
infrared ray due to the benzene nucleuses. No hydrocarbon composition 
other than benzene nucleus could be detected. The above matters show that 
if phenyltrimethoxysilane having a bonding structure of silicon with 
benzene nucleuses is used as a source gas for the low pressure chemical 
vapor deposition method, then the silica film having the benzene nucleuses 
is formed. In accordance with the above infrared absorption spectrum, no 
Si-OH bonding due to moisture in the silica film is detected. This means 
that the silica film is free of residual moisture. 

. Further, the flow rates of phenyltrimethoxysilane and silane are 
changed for the further low pressure chemical vapor depositions of the 
other silica films so that compositions of the silica film and dielectric 
constants thereof are measured. For measuring each of the dielectric 
constants of the silica films, an additional electrode is provided on the silica 
film having the benzene nucleuses so that a capacity between the additional 
electrode and the substrate is measured. From the above analysis of the 
compositions of the silica film, it could be understood that if only silane is 
used for the low pressure chemical vapor deposition, then the silica film 
includes no benzene nucleuses. If a flow rate ratio of 
phenyltrimethoxysilane having a bonding structure of silicon with benzene 
nucleus is increased, then a carbon content of the silica film is also 
increased. This means that If the flow rate ratio of phenyltrimethoxysilane 
having the bonding stmcture of silicon with benzene nucleus is increased, 
then an amount of benzene nucleus in the silica film is also increased. If 
only phenyltrimethoxysilane is used without use of silane for the low 
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pressure chemical vapor deposition, then the silica film has a carbon 
content of about 30at%, As a result of measuring the dielectric constant of 
the silica film, it is also understood that if the carbon content of the silica 
film is increased, then the dielectric constant of the silica film is decreased. 
For example, if silane only is used, then the silica film has a dielectric 
constant of a r =4 which almost corresponds to the dielectric constant of 
silica. The increase in flow rate ratio of phenyltrimethoxysilane to silane 
results in a decrease in dielectric constant of the silica film. If 
phenyltrimethoxysilane only is used for the low pressure chemical vapor 
deposition, then the silica film has a dielectric constant of £ r =3» 

The above experimental results show that it is possible to form 
the silica film including the benzene nucleuseis by use of 
phenyltrimethoxysilane having a bonding structure of silicon with benzene 
nucleuses as the source gas. It is also possible to control the content of 
benzene nucleuses in the silica film by controlling the amoimt of 
phenyltrimethoxysilane. Namely, the increase in the amount of 
phenyltrimethoxysilane results in an increase in amount of the benzene 
nucleuses in the silica film, whereby the dielectric constant of the silica. 
jSlm is decreased. If phenyltrimethoxysilane is used alone for the low 
pressure chemical vapor deposition, then the carbon content of the silica 
film is about 30at% and the dielectric constant thereof is about £ r =3, 
Further, phenyltrimethoxysilane in a gas state is fed to the reaction chamber 
for subsequent low pressure chemical vapor deposition, for which reason it 
is possible to form the silica film including the benzene nucleuses free of 
substantive residual impurity, particularly residual moist\u:e. Furtherinorc, - 
the benzene nucleuses with strong bonding in the silica film are stable 
among organic polymers to provide the silica film with a stability at high 
temperature. . 

In this embodiment, a single substrate is treated in the single low 
pressure chemical vapor deposition process- Notwithstanding, it is also 
possible that a plurality of substrates are treated in the single low pressure 
chemical vapor deposition process- It was confirmed that the batch^process 
of the low pressure chemical vapor deposition of a plurality of substrates 
provides substantially the. same silica films as when the single wafer low 
pressure chemical vapor deposition process is carried out. 
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FTKTH RMBO DTMENT : 

A fifth embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including benzene nucleuses with a reduced dielectric constant over a 
silicon substrate by a chemical vapor deposition method. The same 
parallel-plate plasma chemical vapor deposition system as used in the first 
embodiment and illustrated in FIG. 1 is used. Detailed descriptions thereof 
will be omitted. 

In this fifth embodiment, instead of phenyltrimethylsilane, 
toluene is used. Namely, toluene, silane and oxygen are used as source 
gases for formation of a silica insulation film by a plasma chemical vapor 
deposition method. The individual soiu-ce gases are subjected to flow rate 
controls by a mass flow controller not illustrated for subsequent 
introductions thereof through the source gas introduction system 26 into the 
reaction chamber 21. Toluene is an aromatic compound with benzene ring 
free of a bonding stmcture of silicon to benzene nucleus- Toluene is reacted 
with an oxidant with a silicon source gas to form a silica film including 
benzene nucleuses. Tojuene is in a liquid state at room temperature. 
Toluene in liquid state. is first filled in a stainless cylinder for vacuuming 
the stainless cylinder and subsequent heating the stainless cylinder up to 
about sot:. The source gas introduction system 26 including the mass flow 
controller and the reaction chamber 21 are also heated up to about 100"C 
for prevention of condensation of toluene so as to allow toluene in gas state 
to be fed through the source gas introduction system 26 into the reaction 
chamber 21". SUane and oxygen are also fed through the source gas 
introduction system 26 into the reaction chamber 21. 

The silicon substrate 24 comprises a silicon wafer covered by an 
aluminum layer and is placed on the bottom electrode 23. The parallel-plate 
plasma chemical vapor deposition is carried out under the following 
conditions. A flow rate of silane is varied in the range of 10 seem to 50 
seem. A flow rate of toluene is also varied in the range of 0 seem to 10 
seem. A flow rat© of oxygen is set 100 seem. A pressure is set 0.1 Torr. A 
high frequency power of 500W is applied to the top electrode 22, The 
substrate temperature is maintained at SOO'C. 

A measurement of an infrared absorption spectmm is made in 
order to confirm whether or not the silane insulation film does include 
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benzene nucleuses. As a result of the measurement of the infrared 
absorption spectrum^ it was confirmed that absorption lines appear which 
show absorptions of infirared ray due to the benzene nucleuses- No 
hydrocarbon composition other than benzene nucleus could be detected. 
The above matters show that if toluene as an aromatic compound with 
benzene nucleus free of a bonding structure of silicon with benzene nucleus 
is used as a source gas for the plasma chemical vapor deposition method, 
then the silica fUm having the benzene nucleuses is formed. In accordance 
with the above infrared absorption spectrum, no Si-OH bonding due to 
moisture in the silica film is detected. This means that the silica film is free 
of residual moistxire. 

Further, the flow rates of toluene and silane are changed for the 
further plasma chemical vapor depositions of the other silica films so that 
compositions of the silica film and dielectric constants thereof are 
measured. For measuring each of the dielectric constants of the silica films, 
an additional electrode is provided on the silica film having the benzene 
nucleuses so that a capacity between the additional electrode and the 
substrate is measured. From the above analysis of the compositions of the 
silica film, it could be understood that if only silanc is used for the plasma 
chemical vapor deposition, then the silica film includes no benzene 
nucleuses. If a flow rate ratio of toluene with benzene nucleus free of a 
bonding structure of silicon with benzene nucleus is increased, then a 
carbon content of the silica film is also increased. This means that if the 
flow rate ratio of toluene having the bonding structure of silicon with 
benzene nucleus is increased, then an amount of benzene nucleus in the 
silica film is also increased. If a flow rate of toluene is the same as a flow 
rate of silane for the plasma chemical vapor deposition, then the silica film 
has a carbon content of about 30at%. As a result of measuring the dielectric 
constant of the silica film, it is also understood that if the carbon content of 
the silica film is increased, then the dielectric constant of the silica film is 
decreased. For example, if silane only is used, then the silica film has a 
dielectric constant of e r =4 which almost corresponds to the dielectric 
constant of silica. The increase in flow rate ratio of toluene to silane results 
in a decrease in dielectric constant of the silica film. If a flow rate of 
toluene is the same as a flow rate of silane for the plasma chemical vapor 
deposition, then the silica film has a dielectric constant of £ r =3. 
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The above experimental results show that it is possible to form 
the silica film including the benzene nucleuses by use of toluene with 
benzene nucleus free of a bonding structure of silicon with benzene 
nucleuses as the benzene nucleus source gas together with the silicon 
source gas, for example, siiahe. It is also possible to control the content of 
benzene nucleuses in the silica film by controlling the amount of toluene. 
Namely, the increase in the amount of toluene results in an increase in 
amount of the benzene nucleuses in the silica film, wheieby the dielectric 
constant of the silica fUm is decreased. If the flow rate of the toluene is set 
at the same as the sQane, then the carbon content of the silica film is about 
30at% and the dielectric constant thereof is about e r «3. Further, toluene in 
a gas state is fed to the reaction chamber for subsequent plasma chemical 
vapor deposition, for which reason it is possible to form the silica film 
including the benzene nucleuses free of substantive residual impurity, 
particularly residual moisture. Furthermore, the benzene nucleuses with 
strong bonding in the silica film are stable among organic polymers to 
provide the silica film with a stability at high temperature. 

As a modification to this embodiment, it is also available to use 
the aromatic compoimd with benzene nucleus free of a bonding stmcture of 
silicon with benzene nucleus, for example, toluene in combination with 
organic polymers having the benzene nucleuses with the bonding structure 
of silicon with benzene nucleus, for example, phenyltrimethylsilane or 
phenyltrimethoxysilane. In this case, it is possible to increase the carbon 
content of the silica film up to over 30at% and also reduce the dielectric 
constant thereof down to under e r ==3rin view of keeping a high stability at 
high temperature of the silica film, it might be better to suppress the carbon 
content of the silica film within 30at% because an excess carbon content of 
the silica film might result in difficulty to keep the high stability at high 
temperature even the benzene nucleus is relatively stable, due to its strong 
bridge bonding structure. 

In this embodiment, toluene is used as the 'benzene nucleus 
source material due to a relatively low boiling point for easy feeding 
thereof to the reaction chamber. Nevertheless, the other aromatic 
compounds vrtth benzene nucleus free of the bonding structure of silicon 
with benzene nucleus are also available such as benzene and xylene. 
Further, the other aromatic compounds are available which have a stmcture 
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of a plurality of benzene nucleuses free of the bonding structure of silicon 
with benzene nucleuSj for example, naphthalene, biphenyl and anthracene. 

Moreover, in this embodiment, the plasma chemical vapor 
deposition was carried out by use of the parallel-plate plasma chemical 
vapor deposition apparatus. Notwithstanding, any other plasma chemical 
vapor deposition methods are also available. For example, it was confirmed 
that, for forming the silica film including the bc^nzene nucleuses by use of 
toluene, there are available an electron cyclotron resonance plasma 
chemical vapor deposition method, a helicon wave plasma chemical vapor 
deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

SIXTH RMBQDTMF.NT r 

A sixth embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including benzene nucleuses with a reduced dielectric constant over a 
silicon substrate by a chemical vapor deposition jnethod. The same low 
pressure chemical vapor deposition system as used in the third embodiment 
and illustrated in FIG. 3 is used. Detailed descriptions thereof will be 
omitted. 

In this sixth embodiment, instead of phenyltrimethylsilane, 
toluene is used. Namely, toluene, silane and oxygen are used as source 
gases for formation of a silica insulation film by a low pressure chemical 
vapor deposition method. The individual source gases are subjected to flow 
rate controls by a mass flow controller not illustrated for- subsequent 
introductions thereof through the source gas introduction system 34 into the 
reaction chamber 31. Toluene is an aromatic compound with benzene ring 
free of a bonding stmcture of silicon to benzene nucleus. Toluene is reacted 
with an oxidant with a silicon source gas to form a silica jSlm including 
benzene nucleuses. Toluene is in ajiquid state at room temperature. 
Toluene in liquid state is first filled in a stainless cylinder for vacuuming 
the stainless cylinder and subsequent heating the stainless cylinder. The 
source gas introduction system 34 including the mass flow controller and 
the reaction chamber 31 are also heated for prevention of condensation of 
toluene so as to allow toluene in gas state to be fed through the source gas 
introduction system 34 into the reaction chamber 21. Silane and oxygen are 



Page 42 



Pf-2083/nec^us/inh 



also fed through the source gas introduction system 34 into the reaction 
chamber 31. 

Each of the silicon substrates 33 comprises a silicon wafer, 
covered by an aluminum layer and is placed on the substrate holder 32. The 
low pressure chemical vapor deposition is carried out under the following 
conditions, A flow rate of silane is varied in the range of 10 seem to 50 
seem. A flow rate of toluene is also varied in the range of 0 seem to 10 
seem. A flow rate of oxygen is set 100 sccro- A pressure is set 0.5 Torr. The 
substrate temperature is maintained at 300*0. 

A measurement of an infrared absorption spectrum is made in 
order to confirm whether or not the silane insulation film does include 
benzene nucleuses. As a result of the measurement of the infrared 
absorption spectrum, it was confirmed that absorption lines appear which 
show absorptions of infrared ray due to the ben^zenc nucleuses. No 
hydrocarbon composition other than benzene nucleus could be detected. 
The above matters show that if toluene as an aromatic compound with 
benzene nucleus free of a bonding structure of silicon with, benzene liucleus 
is used as a source gas for the low pressure chemical vapor deposition 
method, then the silica film having the benzene nucleuses is formed. In . 
accordance with the above infrared absorption spectrum, no Si-OH bonding 
due to moisture in the silica film is detected. This means that the silica fUm 
is free of residual moisture. 

Further, the flow rates of toluene and silane are changed for the 
further low pressure chemical vapor depositions of the other silica films so 
that compositions of the silica film and dielectric constants- thereof are 
measured. For measuring each of the dielectric constants of the silica films, 
an additional electrode is provided on the silica film having the benzene 
nucleuses so that a capacity between the additional electrode and the 
substrate is measured. From the above analysis of the compositions of the 
silica film, it could be understood that if only silane is used for the low 
pressure chemical vapor deposition, then the silica film iiScludes no 
benzene nucleuses- If a flow rate ratio of toluene with benzene nucleus free 
of a bonding structure of silicon with benzene nucleus is increased, then a 
carbon content of the silica film is also increased. This means that if the 
flow rate ratio of toluene having the bonding stmcture of silicon with 
benzene nucleus is increased, then an amoxmt of benzene nucleus in the 
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silica film is also increased. If a flow rate of toluene is the same as a flow 
rate of silane for the low pressure chemical vapor deposition, then the silica 
film has a carbon content of about 30at%. As a result of measuring the 
dielectric constant of the silica film, it is also understood that if the carbon 
content of the silica film is increased, then the dielectric constant of the 
silica film is decreased. For example, if silane only is used, then the silica 
film has a dielectric constant of e r =4 which almost conesponds to the 
dielectric constant of silica. The increase in flow rate ratio of toluene to 
silane results in a decrease in dielectric constant of the silica film. If a flow 
rate of toluene is the same as a flpw rate of silane for the low pressure 
chemical vapor deposition, then the silica film has a dielectric constant of £ 
r=3. 

The above experimental results show that it is possible to form 
the silica film including the benzene nucleuses by xise of toluene with 
benzene nucleus free of a bonding structure of silicon with benzene 
nucleuses as the benzene nucleus source gas together with the silicon 
source gas, for example, silane. It is also possible to control the content of 
benzene nucleuses in the silica film by controlling the amount of toluene, 
Namely, the increase. in the amount of toluene results in an increase in 
amount of the benzene nucleuses in the silica film, whereby the dielectric 
constant of the silica film is decreased. If the flow rate of the toluene is set 
at the same as the silane, then the carbon content of the silica film is about 
30at% and the dielectric constant thereof is about a r =3, Further, toluene in 
a gas state is fed to the reaction chamber for subsequent low pressure 
chemical vapor deposition, for which reason it is possible to form the silica 
film including the benzene nucleuses free of substantive residual impurity, 
particularly residual moisture. Furthermore, the benzene nucleuses with 
strong bonding in the silica film are stable among organic polymers to 
provide the silica film with a stability at high temperature. 

As a modification to this embodiment, it is also available to use 
the aromatic compound with benzene nucleus &ee of a bonding stracture of 
silicon with benzene nucleus, for example, toluene ia: combination with 
organic polymers having the benzene nucleuses with the bonding structure 
of silicon with benzene nucleus, for example, phenyltrimethylsilane or 
phenyltrimethoxysilane. In this case, it is possible to increase the carbon 
content of the silica film up to over 30at% and also reduce the dielectric 
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constant thereof dovm to under e r =3. In view of keeping a high stability at 
high temperature of the silica film, it might be better to suppress the carbon 
content of the silica film within 30at% because an excess carbon content of 
the silica film might result in difficulty to keep the high stability at high 
temperature even the benzene nucleus is relatively stable due to its strong 
bridge bonding stmcture. 

In this embodiment, toluene is used as the benzene nucleus 
source material due to a relatively low boiling point for easy feeding 
thereof to the reaction chamber. Nevertheless, the other aromatic 
compounds with benzene nucleus free of the bonding structure of silicon 
with benzene nucleus are also available such as benzene and xylene- 
Further, the other aromatic compounds are available which have a stmcture 
of a plurality of benzene nucleuses free of the bonding structure of silicon 
with benzene nucleus, for example, naphthalene, biphenyl and anthracene. 

SRVRTSnrH RMBODTMBNT ; 

A seventh embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including pores which have been formed by elimination of benzene 
nucleuses from the silica film which had been formed in the same chemical 
vapor deposition method as in the first embodiment. The silica film 
including pores has a lower dielectric constant than the silica film having 
the benzene nucleuses. The same parallel-plate plasma chemical vapor 
deposition system as used in the first embodiment is also used in this 
embodiment. Detailed descriptions thereof wiU be omitted. 

In this seventh embodiment, phenyltrimethylsilane and oxygen 
are used as source gases for formation of a silica insulation film by a 
plasma chemical vapor deposition method. The individual source gases are 
subjected to flow rate controls by a mass flow controller not illustrated for 
subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21. Phenyltrimethylsilane has a 
bonding structure of silicon to benzene nucleus. Phenyltrimethylsilane is 
reacted with an oxidant to form a silica film including benzene nucleuses. 
Phenyltrimethylsilane is in a liquid state at room temperature. 
Phenyltrimethylsilane has a boiling point of 169'C, Phenyltrimethylsilane 
in liquid state is first filled in a stainless cylinder for vacuuming the 
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Stainless cylindei and subsequent heating the stainless cylinder up to about 
lOO'C. The source gas introduction system 26 including the mass flow 
controller and the reaction chamber 21 are also heated up to about ISO'C. 
for prevention of condensation of phenyltrimethylsilane so as to allow 
phenyltrimethylsilanc in gas state to be fed . through the source gas 
introduction system 26 into the reaction chamber 21- Oxygen is also fed 
through the source gas introduction system 26 into the reaction chamber 
21. 

The silicon substrate 24 comprises a silicon wafer covered by a 
copper layer and is placed on the bottom electrode 23. The parallel-plate 
plasma chemical vapor deposition is carried out under the following 
conditions, A flow rate of phenyltrimethylsilane is set at 50 seem. A flow 
rate of oxygen is set 100 seem. A pressure is set 0.1 Torr. A high frequency 
power of 500W is applied to the top electrode 22- The substrate 
temperature is maintained at 300*C 

As a result of the above plasma chemical vapor deposition, the 
silica film including the benzene nucleuses is formed oyer the substrate. 
Since the conditions for this plasma chemical vapor deposition method ate 
the same as in the first embodiment to obtain the silica film having a 
carbon content of about 30at% and a dielectric constant of £ r =3, then the 
silica film which is formed in this embodiment is also expected to have a 
carbon content of about 30at% and a dielectric constant of £ r =3. 

Following to the above plasma chemical vapor deposition of the 
silica film including the benzene nucleuses, the silica film is then subjected 
to a heat treatment or -an anneal in a vacuum for causing an elimination 
reaction of benzene nucleuses from the silica film. The temperature is 
increased with monitoring components eliminated from the silica film. It 
was confirmed that the elimination reaction of benzene nucleuses &om the 
silica film is initiated at a temperature of about 450'C. In this embodiment, 
the temperature was increased to and kept at SOOX: so that only benzene 
"lEiucleuses are selectively eliminated from the silica film but no elimination 
of other components than benzene nucleuses from the silica film could be 
observed. The selective elimination of the benzene nucleuses from the 
silica film results in formation of a porous silica film- Namely, the silica 
film includes many pores which have been formed by the elimination of the 
benzene nucleuses from the silica film. 
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A measurement of a dielectric constant of the silica film was 
made. It was confirmed that the silica film including many pores has a 
dielectric constant of £ r = 2,5 which is lower than the silica films having 
the benzene nucleuses formed in the foregoing embodiments. This means 
that the elimination of the benzene nucleuses from the silica film to form 
the many pores in the silica film results in a further reduction in dielectric 
constant of the sOica film. A density of the porous silica film is lower than 
a density of the silica film including the benzene nucleuses. It may be 
considered that the reduction in density of the silica film results in drop of 
the dielectric constant thereof. The elimination of benzene nucleuses from 
the silica film to form the porous silica film results in the reductions in 
dielectric constant and density of the silica film. It was confirmed that 
properties other than density, dielectric constant and refractive index of the 
silica film substantially reihain unchanged by the elimination of benzene 
nucleuses. It was further confinned that the properties of the porous silica 
film formed by the elimination of the benzene nucleuses also renaain 
unchanged by a heat treatment of at least not higher than 600X:. 

As a modification to this embodiment, it is possible to carry out 
the anneal in an inert gas atmosphere such as an argon atmosphere or a 
nitrogen atmosphere, instead of the vacuum, for the elimination of the 
benzene nucleuses. 

As a further modification to this embodiment, it is also possible 
to use phenyltrimethoxysilane, instead of phenyltrimethylsilane, as the 
benzene nucleus source material. In place of the organic polymers having 
the benzene nucleus with a bonding stmcture of silicon with benzene 
nucleus such as phenyltrimethoxysilane and phenyitrimethylsilane, it is 
also possible to use, along with the silicon source gas, other organic 
polymers having the benzene nucleus free of a bonding structure of silicon 
with benzene nucleus, such as toluene, benzene, xylene, naphthalene, 
biphenyl jgad anthracene. 

As a furthermore modification to this embodiment, it is also 
possible to carry out a low pressure chemical vapor deposition method, 
instead of the plasma chemical vapor deposition. 

As moreover modification to this embodiment, it is also possible 
to remove the benzene nucleuses from the silica film by use of a- 
combustion reaction in an oxygen atmosphere instead of the above 
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elimination reaction. 

EIGHTH B M BOpiME NT : 

An eighth embodiment according to the present invention will be 
described in detail, wherein there is provided a method of forming a silica 
film including pores which have been formed by elimination of benzene 
nucleuses from the silica film during a high temperature plasma chemical 
vapor deposition method. The silica film including pores has a lower 
dielectric constant than the silica film having the benzene nucleuses. The 
same parallel-plate plasma chemical vapor deposition system as used in the 
first embodiment is also used in this embodiment* DetaDed descriptions 
thereof will be omitted. 

In this eighth embodiment, phenyltrimethylsilane and oxygen are 
used as source gases for formation of a silica insulation film by a plasma 
chemical vapor deposition method. The individual source gases are 
subjected to flow rate controls by a mass flow controller not illustrated for 
subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21. Phenyltrimethylsilane has a 
bonding structure of silicon to benzene nucleus, Phenyltrimethylsilane is 
reacted with an oxidant to form a silica film including benzene nucleuses. 
Phenyltrimethylsilane is in a liquid state at room temperature. 
Phenyltrimethylsilane has a boiling point of 169t;. Phenyltrimethylsilane 
in liquid state is first filled in a stainless cylinder for vacuuming the 
stainless cylinder and subsequent heating the stainless cylinder up to about 
loot;. The source gas introduction system 26 including the mass flov/ 
controller and the reaction chamber 21 are also heated for prevention of 
condensation of phenyltrimethylsilane so as to allow phenyltrimethylsilane 
in gas state to be fed through the source gas introduction system 26 into the 
reaction chamber 21. Oxygen is also fed through the source gas 
introduction system 26 into the reaction chamber 21, 

The silicon substrate 24~cbmprises a silicon wafer covered by a 
copper layer and is placed on the bottom electrode 23- The parallel-plate 
plasma chemical vapor deposition is carried out imder the following 
conditions. A flow rate of phenyltrimethylsilane is set at 50 seem. A flow 
rate of oxygen is set 100 seem. A pressure is set 0.1 Torr. A high frequency 
power of 500W is applied to the top electrode 22. The substrate 
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temperature is maintained at SOCC so as to cause the elimination reaction 
of the benzene nucleuses in the chemical vapor deposition process- As 
described above in the seventh embodiment, the elimination reaction of the 
benzene nucleuses from the silica film is initiated at 450X3. The chemical 
vapoT deposition by keeping the substrate temperature at about 500X: 
causes the selective elimination reaction of the benzene nucleuses without 
any. further elimination of other components than benzene nucleuses. 

As a result of the above plasma chemical vapor deposition, the 
silica film including pores is formed over the substrate, 

A measurement of a dielectric constant of the silica fiOm was 
made. It was confirmed that the silica film including many pores has a 
dielectric constant of e r = 2.5 which is lower than the silica films having 
the benzene nucleuses formed in the foregoing embodiments. This means 
that the elimination of the benzene nucleuses to form the many pores in the 
silica film results in a further reduction in dielectric constant of the silica 
film- A density of the porous silica film is lower than a density of the silica 
film including the benzene nucleuses. It may be considered that the 
reduction in density of the silica film results in drop of the dielectric 
constant thereof. The elimination of benzene nucleuses at the same time 
when the silica film is formed by the chemical vapor deposition results in 
the reductions in dielectric constant and density of the sDica film. It was 
confirmed that the properties of the porous silica film formed by the 
elimination of the benzene nucleuses during the chemical vapor deposition 
also remain unchanged by a heat treatment of at least not higher than 
600t:- 

As a modification to this embodiment, it is also possible to use 
phenyltrimethoxysilane, instead of phenyltrimethylsilane, as the benzene 
nucleus source material. In place of the organic polymers having the 
benzene nucleus with a bonding structure of silicon with benzene nucleus 
such as phenyltrimethoxysilane and phenyltrimethylsilane, it is also 
possible to use, along with the silicon source gas, other organic polymers 
having the benzene nucleus free of a bonding stmcture of silicon with 
benzene nucleus, such as toluene, benzene, xylene, naphthalene, biphenyl 
and anthracene. 

As a further modification to this embodiment, it is also possible 
to carry out a low pressure chemical vapor deposition method, instead of 
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the plasma chemical vapor deposition. 

K TNT H EMBODTMBNT : 

A ninth embodiment according to the present invention will be 
described in detail wherein there is provided a semiconductor device with a 
multi4evel interconnection stmcture which has a silica inter-layer insulator 
including benzene nucleases with a reduced dielectric constant formed by a 
cheirucal vapor deposition method. FIG. 4 is a fragmentary cross sectional, 
elevation view illustrative of a semiconductor device with a multi-level 
interconnection structure which has a silica Glia including benzene 
nucleuses with a reduced dielectric constant. 

A silicon substrate 1 has an active region. An insulation layer 2 
made of phospho-silicate glass is provided which extends over the silicon 
substrate 1, First level interconnection layers 3 are provided over the 
insulation layer 2, wherein the first level interconnection layers 3 are 
electrically connected to the active region of the siucon substrate through 
contact holes formed in the insulation layer 2- The first level 
interconnection layers 3 are made of Al-Si-Cu alloy. The first level 
interconnection layers 3 have a minimum width of ().:;i5 micrometers and a 
uniform thickness of 0.7 micrometers. Via plugs 5 made of tungsten are 
provided on the first level interconnection layers 3, A silica inter-layer 
insulator 4a is provided over the insulation layer 2 except over the via plugs 
5 and the first level interconnection layers 3. The silica inter-layer insulator 
4a includes benzene nucleuses and has a lower dielectric constant than a 
dielectric constant of the normal silica insulation. The silica inter-layer 
insulator 4a has a thickness of 0.5 micrometers. Second level 
interconnection layers 6 are provided over the silica inter-layer insulator 4a, 
wherein the second level interconnection layers 6 are electrically connected 
to the first level interconnection layers 3. through the via plugs 5. The 
second level interconnection layers 6 are made of Al-Si-Cu alloy. The 
second level interconnection layers 6 have a minimum width of 0.25 
micrometers and a uniform thickness of 0.7 micrometers. 

A method of forming the above semiconductor device with the 
multi-level intercoimection structure which has the silica inter-layer 
insulator including benzene nucleuses with a reduced dielectric constant 
will be described with reference to FIGS. 5 A through 5H, 
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With reference to FIG. 5A, a silicon substrate 1 is prepared, 
which has an active region not illustrated. 

With reference to FIG- 5B, an insulation layer 2 made of 
phospho-silicate glass is formed over the silicon substrate 1 by the known 
method. Contact holes not illustrated are formed in the insulation layer 2, 
Contact metal layers are then formed within the contact holes. 

With reference to FIG. 5C, an Al-Si-Cu alloy layer is entirely 
deposited over the insulation layer 2 by a sputtering method so that the Al- 
Si-Cu alloy layer has a thickness of 0.7 micrometers- The Al-Si-Cu alloy 
layer is then patterned by a photo-lithography technique to form first level 
interconnection layers 3 over the insulation layer 2, wherein the first level 
interconnection layers 3 are in contact with the contact metal layers so that 
the first level interconnection layers 3 are electricslly connected through 
the contact metal layers to the silicon substrate 1. . 

With reference to FIG. 5D, a silica inter-layer insulator 4a 
including benzene nucleuses is entirely deposited over the insulation layer 
2 and the first level interconnection layers 3 by the same plasma chemical 
vapor deposition method as used in the first embodiment. The same 
parallel-plate plasma chemical vapor deposition system as used in the first 
embodiment is also used in this embodiment. Detailed descriptions thereof 
will be omitted. 

In this embodiment, phenyltrimethylsiiane, silane and oxygen are 
used as source gases for formation of a sOica insulation film by a plasma 
chemical vapor deposition method. The individual source gases are 
subjected to flow rate controls by a mass flow controller not illustrated for 
subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21, Phenyltrimethylsilane has a 
bonding stmcture of silicon to benzene nucleus. Phenyltrimethylsilane is 
reacted with an oxidant to form a silica inter-layer insulator including 
benzene nucleuses. Phenyltrimethylsilane is in a liquid state at room 
temperature, Phenyltrimethylsilane has a boiling point of 169 . 
Phenyltrimethylsilane in liquid state is first filled in a stainless cyhnder for 
vacuuming the stainless cylinder and subsequent heating the stainless 
cylinder up to about 100 *C . The source gas introduction system 26 
including the mass flow controller and the reaction chamber 21 are also 
heated up to about 150 for prevention of condensation of 
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phenyltrimethylsilane so as to allow phenyltrimethylsilane in gas state to be 
fed through the souice gas introduction system 26 into the reaction 
chamber 21. Silane and oxygen are also fed through the source gas 
introduction system 26 into the reaction chamber 21. 

The parallel-plate plasma chemical vapor deposition is carrie<3 
out under the following conditions. A flow rate of silane is varied in the 
range of 0 seem to 50 seem. A flow rate of phenyltrimethylsilane is also 
varied in the range of 0 seem to 50 seem. A flow rate of oxygen is set 100 
seem. A pressure is set 0.1 Torr. A high frequency power of SOOW is 
applied to the top electrode 22. The substrate tempeiatiire is maintained at 
300^. 

Further, the flow rates of phenyltrimethylsilane and silane are 
changed for the further plasma chemical vapor depositions of the other 
silica inter-layer insulators 4 so that compositions of the. silica inter-layer 
insulators 4 and dielectric constants thereof are measured. For measuring 
each of the dielectric constants of the silica inter-layer insulators 4, an 
additional electrode is provided on the silica inter-layer insulator 4a having 
the benzene nucleuses so that a capacity between the additional electrode 
and the substrate is measured. From the above analysis of the compositions 
of the silica inter-layer insulator 4a, it could be understood that if only 
silane is used for the plasma chemical vapor deposition, then the silica 
inter-layer insulator 4a includes no benzene nucleuses. If a flow rate ratio 
of phenyltrimethylsilane having a bonding stracture of silicon with benzene 
nucleus is increased, then a carbon content of the silica inter-layer insulator 
4a is ^also increased. This means that If the . flow rate ratio of 
phenyltrimethylsilane having the bonding stmcture of silicon with benzene 
nucleus is increased^ then an amount of benzene nucleus in the silica inter- 
layer insulator 4a is also increased. If only phenyltrimethylsilane is used 
without use of silane for the plasma chemical vapor deposition, then the 
silica inter-layer insulator 4a has a carbon content of about 30at%. As a 
result of measuring the dielectric constant of the silica inter-layer insulator 
4a, it is also understood that if the carbon content of the silica inter-layer 
insulator 4a is increased, then the dielectric constant of the silica inter-layer 
insulator 4a is decreased. For example, if silane only is used, then the silica 
inter-layer insulator 4a has a dielectric constant of £ r =4 which almost 
corresponds to the dielectric constant of silica. The increase in flow rate 
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ratio of phenyltrimethylsilane to silane results in a decrease in dielectric 
constant of the silica inter-layer insulator 4a. If phenyltrimethylsilane only 
is used for the plasma chemical vapor deposition, then the silica inter-layer 
insulator 4a has a dielectric constant of a r =3, 

The above experimental results show that it is possible to form 
the silica inter4ayer insulator 4a including the benzene nucleuses by use of 
phenyltrimethylsilane having a bonding structure of silicon with benzene 
nucleuses as the source gas. It is also possible to control the content of 
benzene nucleuses in the silica inter-layer insulator 4a by controlling the 
amount of phenyltrimethylsilane. Namely, the increase in the amount of 
phenyltrimethylsilane results in an increase in amount of the benzene 
nucleuses in the silica inter-layer insulator 4a, whereby the dielectric 
constant of the silica inter-layer insulator 4a is decreased. If 
phenyltrimethylsilane is used alone for the plasma chemical vapor 
deposition, then the carbon content of the silica inter-layer insulator 4a is 
about 30at% and the dielectric constant thereof is about £ r =3. Further, 
phenyltrimethylsilane in a gas state is fed to the reaction chamber for 
subsequent plasma chemical vapor deposition, for which reason it is 
possible to form the silica inter-layer insulator 4a including the benzene 
nucleuses free of substantive residual impurity, particularly residual 
moisture. Furthermore, the benzene nucleuses with strong bonding in the 
silica inter-layer insulator 4a are stable among organic polymers to provide 
the silica inter-layer insulator 4a with a stability at high temperature. 

The thidkness of the silica inter-layer insulator 4a including the 
benzene nucleuses is about 1.5 micrometers. Even an aspect ratio of the 
aperture between the adjacent two of the first level interconnection layers 3 
is about 3-4, the silica inter-layer insulator 4a including the benzene 
nucleuses could be buried into the aperture between the adjacent two of the 
first level interconnection layers 3 without formation of any voids. It may 
be considered^ that the inclusion of the organic polymers, for example, 
benzene nucleuses in the sDica inter-layer insulator allows the silica inter- 
layer insulator 4a to be buried into the aperture of relatively high aspect 
ratio. Namely, the silica inter-layer insulator including the benzene 
nucleuses has a good gap filling property. 

The above silica inter-layer insulator 4a has an upper surface 
which has almost the same difference in level as the thickness of the first 
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level interconnection layers 3. 

With reference to FIG. 5E, a planarization of the uneven upper 
surface of the above silica inter-layer insulator 4a is made by use of a 
chemical mechanical polishing method, wherein alkaline slurry is used. 
The above silica inter-layer insulator 4a is polished by about 1 micrometers 
so as to obtain an exactly planarized upper surface of the silica inter-layer 
instilator 4a. 

With reference to FIG^ SF, a photo-resist film is entirely applied 
on the exactly planarized upper surface of the silica inter-layer insulator 4a 
for subsequent patterning thereof by use of a photo -lithography technique 
to form a photo-resist pattern. The photo-resist pattern is used as a mask for 
a dry etching process using CF4 gas in order to form via holes in the above 
silica inter-layer insulator 4a and over the first level interconnection layers 
3, 

With reference to FIG, 5G, a selective chemical vapor deposition 
of tungsten layer is carried out to have tungsten via plugs 5 buried within 
the via holes. 

With reference to FIG. 5H, an Al-Si-Cu alloy layer is entirely 
deposited over the above silica inter-layer insulator 4a and the tungsten via 
plugs 5 by a sputtering method so that the Al-Si-Cu alloy layer has a 
thickness of 0.7 micrometers. The Al-Si-Cu alloy layer is then patterned by 
a photo-lithography technique to form second level interconnection layers 6 
over the above silica inter-layer insulator 4a and the tungsten via plugs 5, 
wherein the second level iuterconnection layers 6 are in contact with the 
tungsten via plugs 5 so that the second level interconnection layers 6 are 
electrically connected through the tungsten via plugs 5 to the first level 
interconnection layers 3 . 

As describe . above, the above silica inter-layer insulator 4a 
including the benzene nucleuses has a good gap filling property which 
allows the silica inter-layer insulator 4a to be buried into the aperture of 
relatively high aspect ratio between adjacent two of the first level 
interconnection layers 3. 

Further, the above silica inter-layer insulator 4a including the 
benzene nucleuses has a good adhesion with both the first and second level 
interconnection layers 3 and 6. 

Furthermore, as described in flie eighth and ninth embodiments. 
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the elimination reaction of benzene nucleuses from the silica inter-layer 
insulator 4a is initiated at about 450'C. This means that the benzene 
nucleuses included in the silica inter-layer insulator 4a are stable at a 
temperature of not higher than about 450^. There is no problem if any heat 
treatments are carried out at temperatures of not higher than about 450*C 
after the silica inter-layer insulator 4a have been formed. 

Moreover, if the heat treatment is carried out after the silica inter- 
layer insulator 4a have been formed, then no reaction is caused between 
metals in the first or second level interconnection layers 3 or 6 with the 
benzene nucleuses included in the silica inter-layer insulator 4a. 

Since the silica inter-layer insulator 4a including benzene 
nucleuses has a low dielectric constant, then such the silica inter-layer 
insulator 4a makes the semiconductor device free from conventional 
serious problem with substantive delay in signal, transmission on the 
interconnections due to a large parasitic capacitance between the 
interconnections and with crosstalk of signals on the adjacent two 
interconnections. 

In this embodiment, the plasma chemical ^^apor deposition was 
carried out by use of the parallel-plate plasma chemical vapor deposition 
apparatus. Notwithstanding, any other plasma chemical vapor deposition 
methods are also available. For example, it was confirmed that, for forming 
the silica film including the benzene nucleuses by use of 
phenyltrimethylsilane, there are available an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

As a modification to this embodiment, it is also possible to use 
phenyltrimethoxysilane, instead of phenyltrimethylsilane, as the benzene 
nucleus source material. In place of the organic polymers having the 
benzene nucleus with a bonding structure of silicon with benzene nucleus 
such as phenyltrimethoxysilane ^and phenyltrimethylsilaneT it is also 
possible to use, along with the silicon source gas, other organic polymers 
having the benzene nucleus free of a bonding structure of silicon with 
benzene nucleus, such as toluene, benzene, xylene, naphthalene, biphenyl 
and anthracene. 

As a frirther modification to this embodiment, it is also possible 
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to carry out a low pressure chemical vapor deposition method, instead of 
the plasma chemical vapor deposition- 

TF,NTH RMBOPTMBNT ; 

A tenth embodiment according to the present invention v/ili be 
described in detail wherein there is provided a semiconductor device with a 
multi-level intercoxmection structure which has a silica inter-layer insulator 
including benzene nucleuses with a reduced dielectric constant formed by a 
chemical vapor deposition method, FIG, 6 is a fragmentary cross sectional 
elevation view illustrative of a semiconductor device with a multi-level 
interconnection structure which has a silica inter-layer insulator with a 
reduced dielectric constant. 

A silicon substrate 1 has an active region. An insulation layer 2 
made of phbspho-silicate glass is provided which extends over the silicon 
substrate 1. First level interconnection layers 3 are provided over the 
insulation layer 2, wherein the first level interconnection layers 3 are 
electrically connected to the active region of the silicon substrate through 
contact Koles formed in the insulation layer 2. The first level 
interconnection layers 3 arc made of Al~Si-Cu alloy. The first level 
interconnection layers 3 have a minimum width of 0.25 micrometers and a 
uniform thickness of 0-7 micrometers. Via plugs 5 made of tungsten are 
provided on the first level interconnection layers 3. A silica inter-layer 
insulator 4b is provided over the insulation layer 2 except over the via 
plugs 5 and the first level interconnection layers 3. The silica inter-layer 
insulator 4b includes pores having been formed by elimination of benzene 
nucleuses from the silica inter-iayer insulator. The porous silica inter-layer 
insulator 4b has a lower dielectric constant than a dielectric constant of the 
silica insulation including the benzene nucleuses. The porous silica inter- 
layer insulator 4b has a thickness of 0,5 micrometers. Second level 
interconnection layers 6 are provided over the porous sUica inter-layer 
insulator 4b, wherein the second level interconnection layers 6 are 
electrically connected to the first level interconnection layers 3 through the 
via plugs 5. The second level interconnection layers 6 are made of Al-Si- 
Cu alloy. The second level interconnection layers 6 have a minimum width 
of 0.25 micrometers and a uniform thickness of 0.7 micrometers. 

A method of forming titie above semiconductor device with the 
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multi-level interconnection structure which has the silica inter-layer 
insulator including benzene nucleuses with a reduced dielectric constant 
will be described with reference to FIGS. 7A through 7H. 

With reference to FIG. 7A, a silicon substrate 1 is prepared, 
which has an active region not illustrated. 

With reference to FIG. 7B, an insulation layer 2 made of 
phospho-silicate glass is formed over the silicon substrate 1 by the known 
method. Contact holes not illustrated are formed in the insulation layer 2. 
Contact metal layers are then formed within the contact holes. 

With reference to FIG. 7C, an Al-Si-Cu alloy layer is entirely 
deposited over the insulation layer 2 by a sputtering method so that the Al- 
Si"Cu alloy layer has a thickness of 0.7 micrometers. The Al~Si-Cu alloy 
layer is then patterned by a photo-lithography technique to form first level 
interconnection layers 3 over the insulation layer 2, wherein the first level 
interconnection layers 3 are in contact with the contact metal layers so that 
the first level interconnection layers 3 are electrically connected through 
the contact metal layers to the silicon substrate 1. 

With reference to FIG. 7D, a porous silica inter-layer insulator 4b 
including pores is entirely deposited over the insulation layer 2 and the first 
level interconnection layers 3 by the same plasma chemical vapor 
deposition method as used in the seventh embodiment. The same parallel- 
plate plasma chemical vapor deposition system as used in the seventh 
embodiment is also used in this embodiment. Detailed descriptions thereof 
will be omitted. 

In this embodiment, phenyltrimethylsilane and oxygen are used 
as source gases for formation of a silica insulation film by a plasma 
chemical vapor deposition method. The individual source gases are 
subjected to flow rate controls by a mass flow controller not illustrated for 
subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21. Phenyltrimethylsilane has a 
bonding structure of silicon to benzene nucleus. Phenyltriinrethylsilane is 
reacted with an oxidant to form a silica inter-layer insulator including 
benzene nucleuses. Phenyltrimethylsilane is in a liquid state at room 
temperature. Phenyltrimethylsilane has a boiling point of 169 *C . 
Phenyltrimethylsilane in liquid state is first filled in a stainless cylinder for 
vacuuming the stainless cylinder and subsequent heating the stainless 
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cylinder up to about 100 'C. The source gas introduction system 26 
including the mass flow controller and the reaction chamber 21 are also 
heated up to about 150 *C for prevention of condensation of 
phenyltrimcthylsilane so as to allow phenyltrimethylsilanc in gas state to be 
fed through the soinrce gas introduction system 26 into the reaction 
chamber 21. Oxygen is also fed through the source gas introduction system 
26 into the reaction chamber 21. 

The parallel-plate plasma chemical vapor deposition is carried 
out under the following conditions. A flow rate of phenyltriinethylsilane is 
set at 50 seem. A flow rate of oxygen is set 100 seem* A pressure is set OJ 
Torr. A high frequency power of 500W is applied to the top electrode 22. 
The substrate temperature is maintained at SOO'C. 

As a result of the above plasma chemical vapor deposition, the 
silica inter-layer insulator including the benzene nucleuses is formed over 
the substrate. Since the conditions for this plasma chemical vapor 
deposition method are the same as in the first embodiment to obtain the 
porous silica inter-layer insulator 4b having a caiSDon content of about 
30at% and a dielectric constant of € r =3, then the silica inter-layer insulator 
which is formed in this embodiment is also expe*::ted to have a carbon 
content of about 30at% and a dielectric constant of h r =3. 

Following to the above plasma chemical vapor deposition of the 
silica inter-layer insulator including the benzene nucleuses, the silica inter- 
layer insulator is then subjected to a heat treatment or an aimeal in a 
vacuum for causing an elimination reaction of benzene nucleuses from the 
silica iiiter-layer insulator- The temperature is increased with monitoring 
components eliminated from the silica inter-layer insulator. It was 
confirmed that the elimination reaction of benzene nucleuses from the 
silica inter-layer insulator is initiated at a temperature of about 450^0. In 
this embodiment, the temperature was increased to and kept at SOO^C so 
__that only benzene nucleuses are selectively eliminated from the silica inter- 
layer insulator but no elimination of other components than benzene 
nucleuses from the silica inter-layer insulator could be observed- The 
selective elimination of the benzene nucleuses from the silica inter-layer 
insulator results in formation of a porous silica inter-layer insulator 4b. 
Namely, the porous silica inter-layer insulator 4b includes many pores 
which have been formed by the elimination of the benzene nucleuses from 
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the silica inter-layer insulator. 

A measurement of a dielectric constant of the porous silica inter- 
layer insulator 4b was made. It was confirmed that the porous silica inter- 
layer insulator 4b including many pores has a dielectric constant of £ r = 2.5 
which is lowet than the silica inter-layer insulator having the benzene 
nucleuses. This means that the elimination of the benzene nucleuses from 
the silica inter-layer insulator to form the many pores in the silica inter- 
layer insulator results in a further reduction in dielectric constant of the 
silica inter-layer insulator 4b. A density of the porous silica inter-layer 
insulator 4b is lower than a density of the silica inter-layer insulator 
including the benzene nucleuses- It may be considered that the reduction in 
density of the porous silica inter4ayer insulator 4b results in drop of the 
dielectric constant thereof. The elimination of benzene nucleuses from the 
silica inter-layer insulator to form the porous silica inter-layer insulator 4b 
results in the reductions in dielectric constant and density of the silica inter- 
layer insulator. It was confirmed that properties other than density, 
dielectric constant and refractive index of the porous silica inter-layer 
insulator 4b substantially remain unchanged by the elimination of benzene 
nucleuses. It was further confirmed that the properties of the porous silica 
inter-layer insulator 4b formed by the elimination of the benzene nucleuses 
also remain unchanged by a heat treatment of at least not higher than 
600t:- 

The thickness of the porous silica inter-layer insulator 4b is about 
1.5 micrometers. Even an aspect ratio of the aperture between the adjacent 
two of the first level interconnection layers 3 is about 3-4, the porous silica 
inter-layer insulator 4b could be buried into the aperture between the 
adjacent two of the first level interconnection layers 3 without formation of 
any voids. It may be considered that the inclusion of the pores in the silica 
inter-layer insulator allows the porous silica inter-layer insulator 4b to be 
buried jnto the aperture of relatively high aspect ratio. Namely, the porous 
silica inter-layer insulator has a good gap filling property. 

The above porous silica inter-layer insulator 4b has an upper 
surface which has almost the same difference in level as the thickness of 
the first level interconnection layers 3. 

With reference to FIG* 7E, a planarization of the uneven upper 
surface of the above porous silica inter-layer insulator 4b is made by use of 
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a chemical mechanical polishing method, wherein alkaline slurry is used. 
The above porous silica inter-layer insulator 4b is polished by about 1 
micrometers so as to obtain an exactly planaiized upper surface of the 
porous silica inter-layer insulator 4b. 

With reference to FIG. 7F, a photo-resist film is entirely applied 
on the exactly planarized upper surface of the porous silica inter-layer 
insulator 4b for subsequent patteming thereof by use of a photo-lithography 
technique to form a photo-resist pattern. The photo-resist pattern is used as 
a mask for a dry etching process using CF4 gas in order to form via holes in 
the above silica inter-layer insulator 4b and over the first level 
interconnection layers 3. 

With reference to FIG* 7G, a selective chemical vapor deposition 
of tungsten layer is carried out to have tungsten via plugs 5 buried within 
the via holes. 

With reference to FIG. 7H, an Al~Si-Cu alloy layer is entirely 
deposited over the above silica inter-layer insulator 4b and the tungsten via 
plugs 5 by a sputtering method so that the Al-Si-Cu alloy layer has a 
thickness of 0.7 micrometers. The Al-Si-Cu alloy layer is then patterned by 
a photo-lithography technique to form second level interconnection layers 6 
over the above porous silica inter-layer insulator 4b and the tungsten via 
plugs 5, wherein the second level interconnection layers 6 are in contact 
with the tungsten via plugs 5 so that the second level interconnection layers 
6 are electrically connected through the tungsten via plugs 5 to the first 
level interconnection layers 3. 

As describe above, the above porous silica inter-layer insulator 
4b has a good gap filling property which allows the silica inter-layer 
insulator 4b to be buried into the aperture of relatively high aspect ratio 
between adjacent two of the first level intercoimection layers 3. 

Further, the above porous silica inter-layer insulator 4b has a 
good adhesion with both the first and second level interconnection layers 3 
and 6. 

Since the porous silica inter-layer iniJulator 4b has a low 
dielectric constant, then such the porous silica inter-layer insulator 4b 
makes the semiconductor device free firom conventional serious problem 
with substantive delay in signal transmission on the interconnections due to 
a large parasitic capacitance between the interconnections and with 
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crosstalk of signals on the adjacent two interconnections. 

In this embodiment, the plasma chemical vapor deposition was 
carried out by use of the parallel-plate plasma chemical vapor deposition 
apparatus. Notwithstanding, any other plasma chemical vapor deposition 
methods are also available. For example, it was confirmed that, for forming 
the silica film including the benzene nucleuses by use of 
phenyltrimethylsilane, there are available an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

As a modification to this embodiment, it is possible to carry out 
the anneal in an inert gas atmosphere such as an argon atmosphere or a 
nitrogen atmosphere, instead of the vacuum, for the elimination of the 
benzene nucleuses. 

As a further modification to this embodiment, it is also possible 
to use phenyltrimethoxysilane, instead of phenyltrimethylsilane, as the 
benzene nucleus source material. In place of the organic, polymers having 
the benzene nucleus with a bonding stracture of silicon with benzene 
nucleus such as phenyltrimethoxysilane and phenyltrimethylsilane, it is 
also possible to use, along with the silicon source gas, other organic 
polymers having the benzene nucleus free of a bonding stmcture of silicon 
with benzene nucleus, such as toluene, benzene, xylene, naphthalene, 
biphenyl and anthracene. 

As a furthermore modification to this embodiment, it is also 
possible to carry out a low pressure chemical vapor deposition method, 
instead of the plasma chemical vapor deposition. 

As moreover modification to this embodiment^ it is also possible 
to remove the benzene nucleuses from the silica film by use of a 
combustion reaction in an oxygen atmosphere instead of the above 
elimination reaction. 

RT RVP.NTH KMBODTMRNT : 

An eleventh embodiment according to the present invention will 
be described in detail wherein there is provided a semiconductor device 
with a multi-level interconnection stmcture which has a silica inter-layer 
insulator including benzene nucleuses with a reduced dielectric constant 
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formed by a chemical vapor deposition method. FIG. 8 is a fragmentary 
cross sectional elevation view illustrative of a semiconductor device with a 
multi-level interconnection stracture which has a silica inter-layer insulator 
with a reduced dielectric constant, 

A silicon substrate 1 has an active region. An insulation layer 2 
made of phospho-silicatc glass is provided which extends over the silicon 
substrate 1, First level interconnection layers 3 are provided over the 
insulation layer 2, wherein the first level intercomiection layers 3 are 
electrically connected to the active region of the silicon substrate through 
contact holes formed in the iasulation layer 2. The first level 
intercormection layers 3 are made of Al-Si-Cu alloy. The first level 
interconnection layers 3 have a minimum width of 0-25 micrometers and a 
uniform thickness of 0.7 micrometers. Via plugs 5 made of tungsten are 
provided on the first level interconnection layers 3, A silica inter-layer 
insulator 4c is provided over the insulation layer 2 except over the via plugs 
5 and the first level intercormection layers 3. The silica inter-layer insulator 
4c includes pores having been formed by elimination of benzene nucleuses 
from the silica inter-layer insulator- The porous silica inter-layer insulator 
4c has a lower dielectric constant than a dielectric constant qf the silica 
insulation including the benzene nucleuses. The porous silica inter-layer 
insulator 4c has a thickness of 0.5 micrometers. Second level 
interconnection layers 6 are provided over the porous silica inter-layer 
insulator 4c, wherein the second level interconnection layers 6 are 
electrically connected to the first level interconnection layers 3 through the 
via plugs 5. The second level interconnection layers 6 are made of Al-Si-_ 
Cu alloy. The second level interconnection layers 6 have a minimum width 
of 0.25 micrometers and a uniform thickness of 0.7 micrometers. 

A method of forming the above semiconductor device with the 
multi-level interconnection stmcture which has the silica inter-layer 
insulator including benzene nucleuses with a reduced dielectric constant 
will be described with reference to FIGS. 9 A through 9H. 

With reference to FIG. 9A, a silicon substrate 1 is prepared, 
which has an active region not illustrated. 

With reference to iFIG. 9B, an insulation layer 2 made of 
phospho-silicate glass is formed over the silicon substrate 1 by the known 
method. Contact holes not illustrated are formed in the insulation layer 2. 
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Contact metal layers aie then fotmed within the contact holes. 

With reference to FIG. 9C, an Al-Si-Cu alloy layer is entirely 
deposited over the insulation layer 2 by a sputtering method so that the Al- 
Si-Cu alloy layer has a thickness of 0-7 micrometers. The Al-Si-Cu alloy 
layer is then patterned by a photo-lithography technique to form first level 
interconnection layers 3 over the insulation layer 2, wherein the first level 
interconnection layers 3 are in contact with the contact metal layers so that 
the first level interconnection layers 3 are electrically connected through 
the contact metal layers to the silicon substrate 1, 

With reference to FIG. 9D, a porous silica inter-layer insulator 4c 
including pores is entirely deposited over the insulation layer 2 and the &st 
level intercojonection layers 3 by the same plasma chemical vapor 
deposition method as used in the seventh embodiment. The same parallel- 
plate plasma chemical vapor deposition system as used in the seventh 
embodiment is also used in this embodiment, DetaUed descriptions thereof 
will be omitted. 

In this embodiment, phenyltrimethylsilane and oxygen are used 
as source gases for formation of a porous silica inter- layer insulator 4c by a 
plasma chemical vapor deposition method. The individual source gases are 
subjected to flow rate controls by a mass flow controller not illustrated for 
subsequent introductions thereof through the source gas introduction 
system 26 into the reaction chamber 21. Phenyltrimethylsilane has a 
bonding structure of silicon to benzene nucleus, Phenyltrimethylsilane is 
reacted with an oxidant to form a porous silica inter-layer insxilator 4c 
including- benzene nucleuses, Phenyltrimethylsilane is in a liquid state at 
room temperature. Phenyltrimethylsilane has a boiling point of 169^:. 
Phenyltrimethylsilane in liquid state is first filled in a stainless cylinder for 
vacuuming the stainless cylinder and subsequent heating the stainless 
cylinder up to about 100 "C. The source gas introduction system 26 
including the mass flow controller and the reaction chamber 21 are also 
heated for prevention of condensation of phenyltrimethylsilane so as to 
allow phenyltrimethylsilane in gas state to be fed through the source gas 
introduction system 26 into the reaction chamber 21, Oxygen is also fed 
through the source gas introduction system 26 into the reaction chamber 
21. 

The parallel-plate plasma chemical vapor deposition is carried 
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out under the following conditions. A flow rate of phenyltrimethylsilane is 
set at 50 seem, A flow rate of oxygen is set 100 seem. A pressure is set 0.1 
Tom A high frequency power of 5.00W is applied to the top electrode 22. 
The substrate temperature is maintained at 500*0 so as to cause the 
elimination reaction of the benzene nucleuses in the chemical vapor 
deposition process. As described above in the seventh embodiment, the 
elimination reaction of the benzene nucleuses from the silica inter-layer 
insulator is initiated at 450X:^- The chemical vapor deposition by keeping 
the substrate temperature at about 500*0 causes the selective elimination 
reaction of the benzene nucleuses without any further elimination of other 
components than benzene nucleuses. 

As a result of the above plasma chemical vapor deposition, the 
porous silica intef-layer insulator 4c is formed over the substrate. 

A measurement of a dielectric constant of the porous silica inter- 
layer insulator 4c was made. It was confirmed that the porous silica inter- 
layer insulator 4c including many pores has a dielectric constant of a r = 2.5 
which is lower than the porous silica inter-layer insulators having the 
benzene nucleuses formed in the foregoing embodiments. This means that 
the elimination of the benzene nucleuses to form the many pores in the 
porous silica inter-layer insulator 4b results in a further reduction in 
dielectric constant of the porous silica inter-layer insulator 4c. A density of 
the porous silica inter-layer insulator 4c is lower than a density of the silica 
inter4ayer insulator including the benzene nucleuses. It may be considered 
that the reduction in density of the porous silica inter-layer insulator 4c 
results in drop of the dielectric constant thereof. The elimination of 
benzene nucleuses at the same time when the porous silica inter-layer 
insulator 4c is formed by the chemical vapor deposition results in the 
reductions in dielectric constant and density of the porous silica inter-layer 
insulator 4c. It was confirmed that the properties of the porous silica inter- 
layer insulator 4c formed by the elimination of the benzene nucleuses 
during the chenoical vapor deposition also remain unchanged by a heat 
treatment of at least not higher than 600^0 . 

The thickness of the porous silica inter-layer insulator 4c is about 
1.5 micrometers- Even an aspect ratio of the aperture between the adjacent 
two of the first level interconnection layers 3 is about 3-4, the porous siliea 
inter-layer insulator 4c coxild be buried into the aperture between the 
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adjacent two of the first level intercoimection layers 3 without formation of 
any voids. It may be considered that the inclusion of the poxes in the silica 
inter-layer iiisulator allows the porous silica inter-layer insulator 4c to be 
buried into the aperture of relatively high aspect ratio. Namely, the porous 
silica inter-layer insulator has a good gap filling property- 

The above porous silica inter-layer insulator 4c has an upper 
surface which has almost the same difference in level as the thickness of 
the first level interconnection layers 3. 

With reference to FIG. 9E, a plauarization of the uneven upper 
surface of the above porous silica inter-layer insulator 4c is made by use of 
a chemical mechanical polishing method, wherein alkaline slurry is used. 
The above porous silica inter-layer insulator 4c is polished by about 1 
micrometers so as to obtain an exactly planarized upper surface of the 
porous silica inter-layer insulator 4c. 

With reference to FIG. 9F, a photo-xesist film is entirely applied 
on the exactly planarized upper surface of the porous silica inter-layer 
insulator 4c for subsequent patterning thereof by use of a photo-lithography 
technique to form a photo-resist pattern. The photo-resist pattern is used as 
a mask for a dry etching process using CF4 gas in ordeir to form via holes in 
the above silica inter-layer insulator 4c and over the first level 
interconnection layers 3, 

With reference to FIG. 9G, a selective chemical vapor deposition 
of tungsten layer is carried out to have tungsten via plugs 5 buried within 
the via holes. 

With reference to -FIG. 9H, an Al-Si-Cu alloy layer is entirely 
deposited over the above silica inter-layer insulator 4c and the tungsten via 
plugs 5 by a sputtering method so that the Al-Si-Cu alloy layer has a 
thickness of 0-7 micrometers. The Al-Si-Cu alloy layer is then patterned by 
a photo-lithography technique to form second level intercormection layers 6 
over the above porous silica inter-layer insulator 4c and the tungsten via 
plugs 5~wherein the second level intercoimection layers 6 are in contact 
with the tungsten via plugs 5 so that the second level interconnection layers 
6 are electrically connected through the tungsten via plugs 5 to the first 
level interconnection layers 3, 

As describe above, the above porous sUica inter-layer insulator 
4c has a good gap filliag property which allows the silica inter-layer 
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insulator 4c to be buried into the aperture of relatively high aspect ratio 
between adjacent two of the first level interconnection layers 3. 

Further, the above porous silica inter-layer insulator 4c has a 
good adhesion with both the first and second level interconnection layers 3 
and 6. 

Since the porous silica inter-layer insulator 4c has a low 
dielectric constant, then such the porous silica inter-layer insulator 4c 
makes the semiconductor device free from conventional serious problem 
with substantive delay in signal transmission on the interconnections due to 
a large parasitic capacitance between the interconnections and with 
crosstalk of signals on the adjacent two interconnections. 

In this embodiment, the plasma chemical vapor deposition was 
carried out by use of the parallel-plate plasma chemical vapor deposition 
apparatus. Notwithstanding, any other plasma chemical vapor deposition 
methods are also available. For example, it was confirmed that, for forming 
the silica film including the benzene nucleuses by use of 
phenyltrimethylsilane, there are available an electron cyclotron resonance 
plasma chemical vapor deposition method, a helicon wave plasma chemical 
vapor deposition method, and an inductive coupled plasma chemical vapor 
deposition method. 

As a modification to this embodiment, it is also possible to use 
phenyltrimethoxysilaue, instead of phenyltrimethylsilane, as the benzene 
nucleus source material. In place of the organic polymers having the 
benzene nucleus with a bonding stmcture of silicon with benzene nucleus 
such as phenyltrimethoxysilane and phenyltrimethylsilane, it is also 
possible to use, along with the silicon soiirce gas, other organic polymers 
having the benzene nucleus free of a bonding structure of silicon with 
benzene nucleus, such as toluene, benzene, xylene, naphthalene, biphenyl 
and anthracene. 

As a further modification to this embodiment, it is also possible 
to carry out a low pressure chemical vapor deposition method, instead of 
the plasma chemical vapor deposition. 

Whereas modifications of the present invention will be apparent 
to a person having ordinary skill hi the art, to which the invention pertains, 
it is to be xmderstood that embodiments as shown and described by way of 
illustrations are by no means intended to be considered in a limiting sense. 
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Accordingly, it is to be intended to cover by claims aU modifications which 
fall within the spirit and scope of the present invention. 
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